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FODOR, E.; MARAZAN, N.; MERCEA, V.; QLARIU, A.

Nitrogen influence on the reaction of isotopic exchangs between
nydrogen and vatery vapors., Studii cerc fiz 14 no,1:7-23 '63,

1, Institutul de fizica atomica, Sectia Cluj, Universitatea
"Babes-Bo',lyai" Facultatea de fizica, Cluj.
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MERCEA, V.; FODOR, E.; GRECU, V.

Separation in a column with steam distillation depending
on the medium concentration of the mixture., Studia Univ
B-B S, Math-Phys 7 no.1:137-147 ‘'62.
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UNGUREAIU, C.; FOIXR, E,

Spectralanaiy;isof poor alloyed steels, Rev chimie Min petr
1/ no.8:467-469 Ag '63.

1. Institutul de fizica atomica, Sectia Cluj (for Ungureanu).
2. "Industria sirmei”- Cimpia Turzii, Laboratorul central (for
Fodor) .
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FODCR, FERTHC

?ié;i)Antal elete es muszaki munkassaga (1739-1815)
{1953) nf’%of‘zénegug?pgst. Muszaki Egyetem. Kozponti Konyvtara. Muszaki
advanyok, 2, sz.) (Antal Balla's life and technical activities

1739-1815) English Rus=
chy I4 ;U and Rus=ian summaries, maps, bibl., facsim,

Budapest, Tankonyvkiado

S0: Monthly List of East European Accessions (EzAL) 1e, Vol. 6, no. &

June 1957, Unel,
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G7. Antal Balia, Hungarlan hydraulic engineer ol the

(8ih century, 1. Fadur, Mlvepltisindomingi Szemf:. IR
Vol. 5, 1955, NG, B i3 ~-374 M — . i
Amony the hydraalie engincers of bis thue At} ! . -
Balla (1739-~1815) was one of the most promducst '
fepreseitatives of bis professlon, At g thie when the
clviliag  traloing  of engineerss  was wactically non-
. existent in F.ur:fve Antal alla had g se catific erodition. . __
= which surpussed by fur that of s contetuporasies. In
the eighties of the (8th century he was one of Hup 1ary’s
most excellent and Lest ediented technicluns with' g
wide {utellectual horfzon who ut e same thne was g
st exuct and highly talented cartographer ug well,
Scveral excellent maps and designs for a stone bridgpe
councetiuy Pest and Buda were also found mneng his
. lm_pcfn. Hls work on theory of luensurement proved
din an outstatdiig physicist, hia clussienl-lminanisg
cditcation was also on high fevel. He wrote papers on
urchueology, theory of musle g history, Wiy ohilef
works however concerted hydraulics. He witd the firgg
© o deslgn w canad comeeting the Danube aitd the Tisng
_tlvers for \vhig!LthuuL_t!.L-.l,w"__\y_M_js‘y_m__fﬂh_lv_ﬂgg‘__
Vechuiqne o compreliensive nugy including smple astro- Vv
;womival, peopraphiead and hydrographieal explanations ¥,
Cand notes an agrieultere and cottnnunication,
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BANHIDY, Perenc, dr.,; PODCR, Perenc, dr.

SR PUNAL Fi} Ik g

Postoperative results in the ther:
rapy of chronic purulent
infection of the middle ear. Ful orr gegegyogy. go.lb:llz-llé Nov. 55

1, Bﬂja varo.i l'anacs xorhaz‘ Tul- or
Banhidy Ferenc dr.) koslemenys, T-» Gegeosstalyanak (foorvos:

(OTITIS MEDIA, surgery
radical, results in chronic)
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Ap g6, 8 cleanness campaign, Nepegaszsegugy 37 ﬂ°-42109-110

1. Kozlemeny a Hajdu-Biha; me
gyel kozegeszae, i-
allomasrol (igasgato-foorvoa: Fodor, Perenc g:g;)r Jarvanyuert
(PUBLIC HEALTH '

in Hungary, campaign for
. promotion of hygiene in
public institutions, schools & industry, standards (Eun))
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BANHIDY, Ferenc, dr.,; FODOR, Ferenc, dr,
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Tuberculosis of the toneils in Pulmonary tuberculosis. Orv. hetil.
97 no.4:100-103 22 Jan 56.

1. A Baja Varosi Tanacs Korhaza (izasgato: Burg Bte dr, kandidatus)
Ful-orr-gege Osztalyanak (foorvos: Banhidy Perenc dr.) kozlemenye,
(TONSILS, dis.

tuborg. with pulm. tuberec., tonsillectomy & pathol.
(Hun)
(TUBRRCULOSIS, PUIMONARY, compl,

tuberc. of toneils, tonsillectomy & pathol. (Hun))
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KOTAY, Fal, Dr.; GREPALY, Andras, Dr.; BALOGH, Erno; FODOR, Ferenc

St
Problems of renal tuberculosis in children and in puberty. Magzy,
sebeszet 10 no,2-3:183-188 Apr-Juns 57,

1, Mrgu-Mures--Marosvansarhely (Rumania)
(TUHBRCUIOS1S, RERAL, in inf, & child
in child, & in puberty (Hun))
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FODOR. Terenta, [I‘odor, Ferenc] (Vengerskeya Barodnaya Reapublil.a)
“.W,-
/»M Pablic health organization in Hajduw-Bihar region, Sov.zdrav.
, 17 no,10847-51 0 t58 (MIRA 11311)
(PUBLIC HEAILTH, '
in Hungery (Rus))
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Medical ethics and basic problems of medical legislation Orv
hetil, 100 no0.50:1800-1803 D ‘'s9, et ) "

(BTHICS, MEDICAL)
(LEGISIATION, MEDICAL)
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GTERGYAY,E.,Asaist. Prof.; FODOR,¥{ ANTALFFY,A.; STROMPEL,Z.

Contributions to the morphologyof the diabetes insipida
ndrome,
Bumanian M, Rev, 4 no.1:3-6 Ja-Mr '60, picts eyntrone
(DIABRTES INSIPIDUS etiol,)

(PITUITARY GIAND dis, )
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MONOKI, St,, dr.; HORVATH, Eva, dr,; WIENER, Fr,, dr,; FODOR, Fr,, dr,

Heart diseases in collagen diseases, Med, inter,, Bucur 13 no.2:
195-199 F ‘61,

1, Luorare efectuata in Clinica a II-a medicala, Catedra de anatomie
patologica si Catedra de biologie, Tg, Mures,

Ecox.mum DISEASES complications)
HEART DISEASES stiology)
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FODOR, Ferenc, dr.; EGYEDI, laszlo, dr.,
wMérbidity structure cham
ges observed by district sici i
central area of Budapest. Nepegeszsegugy 42 no.9:§gg-2'§lan§ '21?

1. Kozlemeny a Budapest! Orvostudo

manyl Egyetem Koze -
?ol (tanszekveseto professzor: Melly Jozsef dr. egye%g:z:”tg::g% i:t:zate
ovarosi tanacs Trefort utcai rendelointesatebol)

(MORBIDITY statist)
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EOMR, F.renc’_ dr.; SZAKKA!, Ant&l, dro
Some spidemiological data on tuberculosis obtained during ko
. ntact
Preventive exaninations, Nepegesssegugy 43 no.1112-14 Ja 62,

(TUBERCULOSIS epidemiol)
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- _E0DOR, forans, ar.

Morbidity in various regions of Budapest according to data on the
turnover of patienta. Nepegcozsegugy 43 no.6:166-171 Je '62.

1. Kozlemeny a Budapesti Orvostudomanyi EZgyetem Kozegeszsegbtani
Intezetebol (iznszekvezetos Melly Jozsef dr. egyetemi tanar),
(MORBIDITY)
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FODOR, Ferenc, dr,; MADAI, Lajos, dr.

Emergency hospitalizations in Budapest, with i
gpecial refere t
internal medicine wards. Nepegeszaeguéy 43 no;.}ell: 337—342 Hm':22.°

1. Kozlemeny a Budapesti Orvostudomanyi Egyetem Kozegeszsegtani I
t
es a Fovarosi Tanacs VB E eszsegugyl Osztalyarol. & & : ezetebol:

(HOSPITALIZATION) EMERGENCIES)  (INTERMAL MEDICINE) :
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_FODOR, Ferenc, dr.; SZAKKAY, Antal, dr,.
Epidemiological significance of a pathological form of tuberculosis

baged on contact morbidity withim the family. Tuberkulozis 16 no.l:
7-12 Ja '63.

1. A Budapesti Orvostudomanyi Egyetem Kozegeszsegtani Intezets es
a Fovarosi Kozponti Thc-Gondozointezet kozlemenye.
(TUBERCULOSIS)
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— FODOR, Iomn.tﬁ,llécg}lyj‘ﬂ?_@: doktor; MADAI, Layosh [Madai, Lajos)
) doktor (Budapesht

Hospitalization of therapsutis patients for emergency causes
in Budepest. Sov, zdrav. 22 no.7:68-71 163 (MIRA 163:12) .
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FODOR, Ferenc, dr.; MADAI, Iajos, dr.

Brnergency admissions to surgical departments of Budapest hos-
pitals. Nepegeszsegugy 45 no.1:118-120 Ap'64

1. Kozlemeny a Budapesti Orvostudomanyi Egyetem Kozegeszseg-—
tani Intezetebol es a Fovarosl Tanacs VB Egeszsegugyi Osz-
talyarol.
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FODOR, G. (Szeged)
T Equivalence of a problem of get theory to a hypothesis concerning

the powers of cardinal numbers. Acta math Szeged 24 no.1/2:152-
156 1'63.

1. Submitted July 15, 1962,

s
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FODOR, G, (Szeged)

NA;;bp'lication of the theory of regressive functions. Acta
math Szeged 24 mo.3/41255-257 163,

1. Submitted April 18, 1963.
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SCIENCE

PERTODTCALS: #RAPARROLAATFA. Vol, £h, Vo. 7/R Inly/Aug, 1077
KAGYAR KE. IAI FOLYOIHAT

Fodor, #. A modified syhithesis of scopolamine and its hiose™etne nerarts. n, 20),

lonthly list ~f E~gt Furonean Accessions (EFAT) I, Vol. %, Vo, 2,
February 1€%9, Unclass,
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FODOR GABORNE VARGA, Eva
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An account of my study trip to Bulgaria. Kem tud kozl MTA
20 no,1:83-88 163.

N e

1. Magyar Tudomanyos Akademia Sztereokemiai Kutato Csopartja,
Budapest.
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- PARASCHIV, Virginia, ing.; FODOB,» Georgef.aﬂ,a ing.

Tests on the measurement of pressures inside the road layers using
electric doses. Rev transport 10 no.4:158-162 Ap '63.
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TEODORESCU, Dorina, j.ng., FODOR Georgeta ing.
Laboratory studies on the use of thermoelectric power station
ash for Rumanian road construction, Rev transport 10 no. 7:
311-316 J1 '63,
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FODOR, Georgeta, ing.; TURCU, Harius, inge.
AR B it e b et P S e dias-
Studies of bearing capacity on the DN 14 e
Sighisoara route, ‘Rev transport 10 no. 8: 359-365

Ag ‘63.
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Study of the way in which the road systems in the central
sontrol station of the Institute of Transports and Tele-
communications meet the requiremen%s imposed by heavy traffic,
Rev transport 1l no.i0:452-461 0 'é4.
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FODOR, Gabor
M/”é;;z; “queations relating to socialist morality. Munka 14 no.4322 Ap '6i.

1. Contributor, "Nevszava", Budapesti.
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FGDOR, G. 19L8

(Res. Labs Chinoin Chem. & Pharmaceut, Works Ltd. Ujpest, Hungery.)
’ . .

nInvestigaetions Relating to the Synthesis of Patulin.”

Jour. of the Chemical Society 1948 (Sept.) pp. 1295-1299
Abst: Exc. Med. 11, Vola u’ No. 10. Pe 1360
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Gyathetic and degredative studies in the lsoqulasline
“worlen. {1, V. Drucknee, G..Fydor. J. Kovies, and J.
Kiss (Univ. Sseged, Hunjury). . Jdm. Chem. Soc.
70, 2007-0(1948); of. C. , 6i810.—Pfeiffer, el al.
(C..1. 84, 2383!), ohtained & comnpd. from brazitin for
which they suggested the structure 1 +(2-hydrozy-{-meth-
uxypheuyl)q'l-melhyl-ﬂ.T-dnumlnnyisoquluolim (D; ate
teinpted synthesis of I led to a compd. to which they as-
signed the structure of the 7,8-di-M ¢0 isomer (I1). 2,4-
HO(Me0)CHCO:Me (18 g.) and 13 ml. PhCHCH ir.
. 100 m!. BtOH contg. 2.3 g. Na, refluxed 12 hes. and th
product sapond. with 8 g. KOH in 20 ml. H,O, give eml?‘
it

cCumtn S Y atnty

2-(benvyloxy) -6-methox wie acid (1), m. tge,

0.5 g.) in 30 ml. PhMe, heated 35-407 with I8
SOCH; untit HCH i evolved, the SOC removed in tucwo,
the residue in 60 ml. hot abs. PhiMe added dropwise te
213 g. 3,4-(Me0),CH,CH(OH)CHMeNH, in 500 m!
boiling PhMe and the mixt. retluxed 15 min., gives 917,
1-(3,6 -dimathoxyphenrl)-2-12 {bensylory) -4 -methoxyben:-

LITA.geA womaL

um&ln]-lifl::r-ul (1Y), . 13040° IV (14.5g.) tn 30
e

ml.mhot'1 :’;Lcat:‘-dl;vit l;»'rul.) POCl;. anwﬂul’ml
i . fives Y 1| 3-{benafoxy) 4-melhor ~J-
methyl 6,7 -dimethoxyisguinoline (V{. w. B4 "(ll('r.wll.
yellowish , m. B2-2%). V(15 g.) in 30O ml. abe.

KtOli, reduced over P4-C, gives 0055 1, m. 1433° [ C7

salt, yellow, m. 371 plcrute, yellow, ni. 274 -8° (de-

compi.), as reported by P, o al.; Me ether, m. 1447}

_Oxidation of 1 with alk. KMnO, gives 4,5,1,2-(MeQO)s-

CeH(COH);s. - Thus, the synthetic product o P.,dal,

is ] and not 11 and the structure of the product from bruzilis

i+ still undetd. C 1. West
BLTALLURGI 2L LITERATULRE CLASSIFICATION

7' l«"‘ lJ"l"" ) ; R
PIYER: 1 ’ . T owiiii o ol in
R s S I
T
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lyM d -—o uw lyhdn dorivatives of thiasele.
, Chem. 88 Phyi. 3.

- 0 lN u\bh —Bﬂuu wm made to synthe-
aloe (uuhn dno methylthiasoles ln a search lor
mure active The syhthesls was mads in the

. 'd“nmi‘!.é‘lrx l‘llLIl.‘ﬂlNlI. 1L m 148°, prepd.

, transl
mu.&nwucsvu.. m. 170 , lnto }:&
rdeine) - § < mel r‘lhlﬂ“ PRCHo)e-

, NN ﬁ).l:‘“ wccording to uth(od Wels
Her, 39, 4702 I. was converted lnto (PhCHo-

NNMCSNH, {J bat pnp\l‘k(OT ]'r’ ykld) bEIC -

numnl . r
COMe in BIOH was obtdna l-(l.:-d:bulvlb m)-‘-
. 188-9°, which with Ac/O

dh- gave t I-u mnu
theassle, ™. ;%H'NNNC? f'

Buzed with ClCN.COMe nn 2o(2-benaylide ruiu)-
Mnlh ”ws“ ma'mﬁ llCt ull.m l ”'
w 1.
(N-ad,lul[ wilpl)-2-be Mnbﬂmul-‘-ﬂu hia-
m. l7l-8’.mmtedinto£-(t~uljndylh 10) -4~
m w. 153-8* (dmpn ), which showed
c[«u. np.ehlly tuberculssialic achimily.

Dewh d the syntheses and analytical data are given
Istvin Finlly

APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000413330012-4"



o

CIA-RDP86-00513R000413330012-4

g

"APPROVED FOR RELEASE: 06/13/2000

The mesomeriom of propeuyibenzene and of alljiben
sene deriratives. Arpad Kiss, Gabor Fodor, and |
Molnar, Acts Unie. Sseged, Chem. ¢ Phys. 2, 139-01
(140} (in Englixh).—The ultraviolet absorption curves of
ultyl mnd propenyl phenols and their ethers showe! that
the mesomeric effect of the substituents was in all cgve-
larger than their inductive eflect, The curves of JMv!
henzene derivs. correspondesd closely to thise of the fesp
phenols and phenol cthers, slight diffcrences being dur
only 10 the inductive effect of the sllyl chuin.  The ex-
tictjon of the ullyl chain could L observed only in 1he
asending part of the cutves.  The ubsorption spectra of
all propenyl derivs., i.e., p-anol, anethole, isocugenol,
isohomogenol, ivmafrole, ismnyristicin, and isochivinetal,

revealed u vlose resemblince to that of PRCH: CHMe

Fhis indicates that the selectrons of the propeny!

chain play an isoportant part in the mesomerism of pro-
. penvlbenzene ilenive Istvén Finalv
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Cenfigurations of alicylic amino alcobols. G. l-:g\l'nr-am!
\J. Kiss (Univ. Szeged, Hung.). Notwrs 164, 917-18

(1949).— [uvestigations of the acyl migration seactios
N — O (cf. C.A. 43, 4Z380) were extended to didsterco-
{someric alicyclic amino ales. to estublish stenc Positione,
When 2-benzamidocyclohexanols m. IX02 and 1717 wen
1 treated separutely with ale. HClat room temp.., the I8y
matetial rearranged more rapidly (by a factor of 10 or 20
sl was considered to be cis; it gave Q-bersayl 2Daniniee-
cvvlobieranol . HCH, m. 208°, also thought to e o Fhe
_174° matetial, consideseil to be tosns, gy O bengovl ¥
aminxcyclobesanol-HCT (trans), w. 2N4% Both HUL
aalts were rearranged to the original wmides by alkdd
At 100° the mtes of rearmangement of the 2 amides were
wmare nearly alike, but the sanw pronfucts as Infone wore
obtained.  The studies are to be extemtal o the amine

Barneols, [1 P L IR ST
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et e

5w Limesas My vrte
me M -.anphnu riate
V g the solvent W e Ay
e ot o i TR R S e
b ! . . " " $ - " '
(meradronalinecarborylic ni'l;..' h,,n e n, Chem. . ing 2.3 g Hlin :I;"“ ':I" \he presence of 30 ml 341:“.:‘ e
(Umiv., s"ml" i;!.',t"("i: l‘-‘.nxii:h) ~The peevionsly unknown sl ‘;"“";I‘;‘ﬂml‘:' g, evapg. % o at ‘-i;';i-‘ll: Py A
Phys. 3, 20 X1 e hesylic ackd (1) (same comt abw, EIOHE, e, e T % ptin. and drying 1n » (100
weemate ol n-nmlfll'ﬂ.nhnn.u W A1) o aminn s 1O “: : iy e A
'ﬂ‘l‘urulm as q-h(r;’lnnr":;;:'Lri'at‘,t;{l:i.rl -lv.'\'mlnnyl.l'lﬂl ....‘n;"m ::l‘h\t.‘:‘:l‘l. :}:‘ v-‘» i ‘.““‘"‘l: ,,,| . ,:i‘;:; ;,i:,h
ale. synthesis. t e o guineu-pig kiduey, atso wit R b i
g - e ant et of gt fers ith 1CL, haken aga " .n‘m \
ranily,  Engyines, aw ] wing that it hehavior di wit & il chareoad 1 a vursent ke
i e i ic peeudorphedrine wlg WG line, P | W et
:::myl\.m of the layﬂnut‘;’.'f :ﬁ;mg"h'.': n.‘ﬂ.u..-, was praduct wis ‘,\,‘::.,‘h{:‘. "\},‘ :‘ - v
ot e oty e l:'! | v e .:!l- “V""l““h“l in ik ﬂ-lﬂ‘] of It at H*
"bmi“n‘l’l" i“r“;‘:"‘:f Hig ‘Il‘l“’ atisd vouting with kl’f.tlun‘n‘l' in ‘: :_::l::m (11 i
ab g Kl imabma o ating tm u steam bath e o of the ek 003 e
;h' I g, with St Wy Mf'tﬁ : NaUOAc in 200 ml. of guinea-pig k('-‘l"l{..munm was bt ved, whereas 'h- gen-
A th stirnsng futo P o guner i 4 HApg s
min., vt-un"fh:'m suspetsion with BuOH vr cther, "73 '(,:..m—‘ obtainet by sapNL‘ u‘-l ;md| hﬂul YA e et
e k. ¥ g i 4 amts. . > e
:lul ?hf wlvent en fused .\u.!‘;;‘v-ml,d'('{l‘h wus pregul. - crally (|r\rlor3:!a:.|:‘c;n|~ll‘:m :\I;‘ it RIS :‘flx:‘\:‘k‘ﬁ";
i e B e g B abtained in 1y (117 HCL with the erythrme stEues
i % et T by it N0 § HOTC IO DN I-tvfn Findly
by wliins ‘:r‘- '.:l,:;y‘ u(l’“' tig. frehly-distd. NYONO |:; CHION
dry ether A er. A wernight in @ refrigerator, an
A8 ml abe, cther, keeping ¢
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{ The scientifis werk of A,

|l yer Kiém. Lapjs 8, M’.’-&( -A rﬂk'p
vements of N, in varlous bnnchn of org. chtmiurv
Istvin Finkly
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Configuration of diastereoisomeric 3 methoxy-4-hy:
droxyphen {propanclamines Gaber oty §. Kis, anit

Aans Suketke . ﬁxrgvdj Rva A1 8 Chem.’

vs, w7 ad s o, CoLL 30, 2. "1 the prepn. of
:;,q..\lru«umc.u.cuumwmxn.\.\l.- 1 fom iso-
cugenot (1) v RL‘!I\'NUlk'll‘S(I.I.\lr (R o= 3,4 Mel-

(I'h\'ll.ﬂ}C.ll.l ~ Rt'lh“ll)\'“(Nll.\r\.\lr ey -

RCHKOII)CH(.\'H.‘.\‘-- VY, a1 dey,m wih*, 1w ah-
tained.  When 1 i propte from 11 vis :l.{-.\lc()(Ar(\\-
\’.lle’"'.\'U)CH(.\'U.’.\N - 3 4-Mel Ac())C.H.CH-

"um\:m.\'n.\.-a.\h- LTIy, . At Fohbained,

a and b are aeewnerd o e asteseamsnees Acconde
ing to Welsh t¢” 1.4, I N s hnas the sane (‘!I\lli‘lll;l‘il"!
as ephednne, whereas Ta s tht ol poriihin phcidiine vh.
Because 111 and Vi

iy it miust ovvwr cit into IV or

duting the dearvtylation of Nevatise reacetylation o

1V gives 111 again, no clange i contiguration can take
plate during the deacetylation, aned IV snsst have the cont-
figuration of V1. To prosy that w the Jeavetylation oV
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W Walden fnversion s mvotved, l-i3-mrlhcnv—0~hv-l|u\v
|-lwnvh-2-.m|iuu-l-pmp.mul is synthesized by » inethed
which feals wleetively with Attty compuis, By e
ephednne dersvs. Guaiacol 1124 PERUREEE & RO
is satil. with BFs with fev~eslig 7 hes. untid the wt. has
ereased 13 ke the mnt I At 13 e at i, pomral
T N coneg. ¥ K N, amd et with
ether; ddistn of the vther reanlile gIVVS 7 A M-

,(HH\L‘.II.CUF.( WAL, By o 1180 The, m A8 e Frvat-

g 26 g. Vikin 13hec, Collg with 21 8% s HC o ethes
amd 10,7 & .\lr.CIlL'll..\'('l. a few hes. at (1 gives w e
-'.C-MIU(II())('.".(.'”('x AN Me VI, e 144°
Treating 1 o VI with d e SOCT, evapx e il sl
heating the restlue with orev. g gne wix vamliuyli-
vaniliie avid, peolles, 1347, breating VR VIIL we

SO with teevoohing amt evapg. the woln at 10 207 gise
.65 vanillic avied, needis, e w7 st VHL GO
in JRD cc. O il B e 2 HCT in abs. EtOH
hysdrogenated hts. i e e W g Pilchanodd
Xy, the 1101 aeuntralized with Nt the nint. fltered,
amd the fltrate evaped t L, il wath g et
amd hy\lnm\'n.unl agai & hese with 1X, giving e, b
mn:lhmy—l~hn|ru\\'-I-L-nuu-ulmlunr-ll\‘l. TR 1) Hree
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Tasr (X0, Ie, m, M 7071 Mo thylation
of X with Ciy N -Me ether, mt PE U L Av
detiv. 1 X1y, . 1Nt B, (R
Vreating X1 10 fars. 1 f aln ELOI deaves 2t
wucluanged. Trvatin X with 1.Rb Avgt? givey
1758 g N-Ac deriv. (X11), w. 142 3°, which, vetlaned
Nt hirs. dn 25 eC. antiyl. KON with HAd v PHCHCLand
WAL g, Na, gives WAd . Ve -J‘mrli.-\'y-dhunl.uv.
1. norephedrine, plates, W ta ot Fram 1z i oeyN-
avetyld .mrnmw—I-|-|uvlmy—|u.1tm [GY mhrplu-dmn-\ w
[ELLE wotl freated iLO W witlh V1 e prosenes ol

aml the ceaction pts et kept with Acgtr:U .l‘..\' aatits ot
LT ubtainedt 0.2 g v, m. 1t yiehling with HUL i
Fiont e 0-A¢ deriv. HUTsaltom i, which with H
[3 i w (:l-cm-llw:y-l~|-nxvln\v<m. porpeemsbo-
W pheduned, us 147, with Avet y gaves M, me LK®. Kerp-

gV owith (IR 1Y Lt hies at DY atd heat

mg e mnt 1 he. on a steatd Tath gine & wmnt. o bt

T N prisws, w. 18477, which caniil 1e sepele

T crysti. Treatiog RGNS & X.1C1 3 hese with 9.8 e

LV Ui abs. FLON gives g Nl forsmved by

fvidsamine cleavage. Refluning e g XAt e

with i tce. 4 N HCH Wtev. P ST E UL il b
N R

diasteteoisaniers, 1w 184 R NI URTTUS
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oguiating 3% tor o and peating furthet 48 fut
IV wu Sttt bY weating
on frot0 nm.‘

N drog!

the H sall, W+ =, of

v with Wwo ot w A Bt and RIaL3

-u-ll()('.ll.C\:U‘(.'Ih.\'”ﬁl v, m. g 100, W

1.3%8. yicld LY, treatink 19 % TNt 98 tor V3 the

wry-a®, was olnaing Ly repeat “r
ORI (:OHC 1N HMe-

g, ywid py satt- with

145 1d n am ml.

otralisink - n

cvapk- fute w Gt

e W o il v o,

sat with guson net Bitering, 3un W

EuO. and gy with [RIMIN 3 H”(’hldhl\:
{1 Mes. WO, Vi m. ks i

RIS RN Vi, crng Y
N SO B B0t

958 .
T N [X and satg-
. of 111 was olnaines by crysite, t N
HOCJLC(:()')CH..\'”W (IV), w- e, wos otiat
; ikl by ating e 8w 'umdm(.nwhl Raney |
AR T 1ing [R] ) N eNil !l\
m-\\()C.l\‘C(ZO;CIH) in
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stand 24 brs. VI was aleo obtsined in 22.6-g. yickl by
refluxing 24.15 g, oy, p-HOCYICHOH)CCL  and
T30 mb. water with 13 g cwrse CaCOs. allowing to
stand u day, Gltering, adding 222 g KO, and allow-
iug 10 stand 24 hrs. A drd method consists of clarify-
mg with active C an ag. soln. of p-HOCHC(:0CHO
fubituined by oxidisin (»uoc.u.,\c with SeOy us describied
m CoA. 43, 4240 ), adding 443 g. KOy, then coned, He
t pIb 5, atlowing to staml 24 s, and ceystg, lrom water
m the presence of 105, K. 2{p-Hydroxyphenyl )
grimoxaling (1K), . 201%, was obtained in 3.4-g. yield by
Tiling 5.4 g. VIII in 65 mb. ot water with 2,38 g. 0-CoH¢-
SNHyhy 15 min., allowmg to stand a4 day, tilteriug, atd
crystg. Teom il MetHE 1X woe vesistant to wnincral wnd
oarg. ackds, alkahes, and aond varbonates. wmHOUCAEC-

COICHO A HSU (X) (0.6 8.5 of \!l'fi(mril_\' was vbtaimed

by evapg. the aq. solis. of m-HOCHC 0ICHO [produced
fromn m-HOCJILAC by oxidizing with SeOy (loc. ¢ib.)] to
345 mi., adding 22.2 g. KaS in 50 ml, hot water, Il
concd, HCI to pH 5, allowing to stund, and crystg. from
water.,  poHOCHCC:OVCH(NHMe)SOK (XD, was oh-
tuitied in 7555 yickd by dissolving 27 g. VIII in 46 ml. 18.6%
MeNH; soln., sdding 194 ml. 845 E(OH, allowing to stand
overnight, filtering, and washing with 20 ml. MeNH,; in
EtOH.  p-HOCHLC:O)CH{NHPRISOK (Xil), m. 239-
$1* (decumpn.), was obtained in 8475 yiekl b refluxing
27 g VI, 1022 g, freshly-distid. PUNHe, and 150 ml, water
) min., allowing to stand vvernight, .\'Lnifying v'cilh 1%

APPROVED FOR RELEASE: 06/13/2000

012-4

Sactive U, hlterig, evapg. the mother hguor, hiltening, atid
vombinitug both ppts. PHOCHCLOCH NH M e (XI5,
. 1G*, was obtained in 10.7-5. yickl by \atg. 4 susprenson
of 23 g. Raney Niin 300 ml. 847 K101, with H, dissolving
984 g, X1 in 140 ml, water, dilg. to 215 ml. with 32
RIOH, reducing as describod above, filtcring off the cutaly»t,
treating the Gltcate with 11,5 g. 870 HLPO,, allowing to
atatid overnight, filtering, diswhing the ppi, in 12 mi.
water, carifying with 255 actne O, Rltering, and adding
L 28% NILOIL to pil 0.0, pAEOCILCCOVCILNHPRH L
(XIV), m. 100°, was ubtained in 6.5-g. yiek] by wtg. with H
@ suspension of 28 g, Raney Ni jn 300 ml, Wity EtOH, oise
solving 34.5 g- XIL in 140 b, lukowarm water, ilg. with
RS, ELOH to 218 i, rafucing as above, filtering off the
catalyst, evapg. the flttate i fuine to 2 anl., adding 38.9
K. cryst. l.&O.. allowing to stand several days, Glteriug.
and satg. the soln. of the erystals in 200 ml, 2.0 .V KOH
with COp. The reductive comdensation of VIII without

_sepu. -of the intermadiate product gave 1, m. 147° (this
sumple was shown to be *‘identical™ (inixed m.p.) with the
previously prepd. sample of 1, m. 166°) in 11.7-1. yield
by unlj. with 1{ a suspension of 17 g. moist Rauey Niin
310 ml. 8455 EtOH, diuolvint separately 37 ¢. VII in
110 ml. water with cooling, adding 7.75 £. MeNH; as a
109 aq. soln., dilg. with 8455 EtOH o 215 ml., adding to
the catalyst until 1 mol. 1 is abscbed, tiltering off the cata-
Tyst, deding 36 g. K70 TLPO te the tiltrate, chilling 24 Bes.
in the sefrigerator, Bltaang, dhivadting the tossdie w 240 il
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scratching and addn, of excess atkali, yields 0173 ¢, I,
o 0-2200 g. IV with 0.9 cc. NaOH gave an oil which did not
! crystallize until the further addn. of 0.6 cc. alkali, when it
yielded 0.120 g. II5.  The intermediate oil frowm I is «g5-2-
aminocyclohexyl benzaute, which cun be isolated by im-

migretion O — N ia the diastercemeric 2-asninecy-
beussates. Cibor Fodor and J. Kim (Univ.,

» Hung.). J. Am. Chem. Soc. T2, 3495-7(1980) ,—
cis-2-Benzamidocyclohexanol (1) (2.5 g.) in 8.7 cc. abs. 1 0
EtOH and B cc. 8 N ubs. BIOH-HCI, heated 2 hes. at 100°, mediate tosylation in Cadla to the N.tosviderse. (V), m. 141>,

ives 409 unchanged ! and 44 ] ard-Amiuocyclohennnel ECE O 003 ¢ ) w10 o, 110 and
L.Mu.ﬁﬁ‘u). ...',“-_;;m', The w . 0N n £-MeUd LSt in 3 ec. UsHa, stirreld wuh'cxn‘s

simiburly gives 43% recovered alkall, give 0.780 g. ol the N-osyl derw, (VI}, m. 152-47;
isomer (’1 ) of ll.?‘n. 774°. 11 (0.990 g.) with BzC) In CiN it yields Vy Similarly 1.125 g. 1V
Ueated with 0.85 cc. ¥ NaOH, gives an ol whick yields 0.9 g. of the tram-ssumer (V) of V, m. 168-70°,

The trams-ssomer of VI, in. 128° gives VIl with B2Cl in
CHWN. A mechunism of the O b4 N acy! migration ll's
presented. C. J. West
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.nS“A w;'::?v:‘ :‘:m‘ﬂ:muzﬂm ation N -0, treatment of 111 gave viehls boow 445 When 11 oc i
Gabor. Fortos and 1. Kiex (Univ. Seeged, Hung) Ae was treatat Sl ina ~L~.|Iu'| tihe ..llllm“.'.'m.l-l.wIl\lu.'-
‘ RTRTY IS ; ). -3 ide withicient to reach & viekl of 3% s 18 aults are infer
Chiw. Huwg, 3, L1 S0 Kuglish). Arrbamid preted by assunnng that the oyl shiaft N o0 ety Ny

swdoherandd (Dm0 182 47, was obtained in 1N, yickl by y .
treating s stispenstons of W g weAeNHCO LT b 400 sl sep. Flist an wintable '“"»‘:‘“d‘"““ v doonid
O with &8 . wet Raney Ni it an antoclave 8-t mu. camly i sonpolar wivents, suctay Colle Lhts pawluict
with 11 under 7080 kg, sp. cn, pressuee at 180° with con- ¢ devomysl. of feattanged in pular solvents or by heating. o
tinuous shaking, allowing to stand 2 hrs, at this temp. and ale. the equil. between annde sl amide saltis shiftedd 1o
pressure, filteting, evapg. the filtrate i ntcue at $3-40°, and wanh the amide, aml an eavse o UL slufte it tonand the
tanling the residue with 100wl MeCO W few min. dl-erss 2 amisle salt, The Jud stop ol rhe acv] shft i a peartangy
Hewzamidoe whokevaaed (351, im0 IR0, was obtained in 172 ment for e Cos vhonnte salt, the saie of whi e s deted I
vichl by rethivng IR g 1 withe Bindank [ECARTIS U T2 the dlistatin e Betwees The seattanging ghaips Ihe saiving

' sty Detween the sibstiuents by alwy vaplats the

o thie soln g, Wil water to #KEmt and bensovha !
" o0 ' y evvitrtenee of i incomplete acvl nigratiss even fone the vre

ing by the Sehotten-Bamann reavtion, di-trans2-Hema- \ i N \ N

amsden yeiokevansd (1 was obtabiad by amnuaolysis of & oo, The mathed diflersuees btwesn the tates o .

Jhlepwydobievanol,  followad by a -Schotten-Rauniang acyl migratin ol the stiteoamernie 2henramubin yelo
henanols nt goont toags o esslone ol thear sferw st fune

bensoylation of the atnme ale. protuvad (of MucCaxwud, b inal
et al., U 1. 49, K12 When ll was treated with & nwdes stvan banaly
UL, 0S5 dlasi-Onbemzord-2aminm w lohexanad-H 1, m, 2R,

wasobtuined. 11 the amt of HCTadded wasincreased to 11

or 35 moles, the viekls were 32 and 80%., vesp. Similar -
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N livaiien of fmaiionypeoplaghensag, Lizle .
] aod’ odar TORY, TAas Chon,, - 7

) o et HYRE es. 1 ™ Pogtish).—-Diropwise’ ., -

._-‘iaddn. in 100 win. of 100 g, #-MeOCHCOBt (I} to 80 g.,

. {HNO, (d. 1.5) belaw 1°, stirring 16 min; and pouging on

lice gave an oil which crystd. togive 75g. erude 3 A-dinitro-. ..

!am‘:ala (I1), m, abaut 60% ) recrysin. from MeOH and 1

= ({rom Cetly gave 20-5 g. yellow needles, m. 85-7°, W with:
I NaCryOy swi ‘HiSO§ gave 2,édimilrophencl, . A14-16°
\I{ hydrogenated cyer Pd-C in MeOH contg. HCI abuarbed
11029 H (caled. for reduction of 3 niteo groups). 1H(8.8¢.)

1ia 24 ml; hot AcOH udded to 20.8 g. Sa dissolved by heating, !

- :{n 108 mi, coned, HCl and 24 ml H:0, the mixt, heated | 0

- 'hr. at 100*%, cooled, made alk.; cxtd. 6 thnes with Cills,

- .and the exts, evapd.; gave 5.3 .. black oil, which erystds.

» . from McOH to 1.3 g. 2-amino-i-nitroanisole (I11), orunge;

- rerystals, m 115~17°; acetylated by AcO at room-femp..

" fto the N-Ac deriv., m. 178°, 11 (20 g.) in 100 ml, BtOM
" treated drapwise at 100° with & ml. Nal{e.11:0 and 8 ml.
7 {AcOH {n 50 mi, RtOH and heated 30 min, more, gave 19.2 .

2 4O NWCILNHNH,, “m, 108-0° (from Cifla); "9,4-

TH(OyNRCHLNHN:CMoy, m.‘*l20,-8°. ‘Nitration of I as':.

~ !abave at —8° gavealiminst entirely 3,4-0:N(McO)CIHCORL ! -

" H{IVY. . The mechanism of conversion of [ to I is belic

ARk o ! SRORIR A, .
javelve altrtion of 1 to IV, oxidation ta 3 A(ONYMcO)- -
"¢ : tatlon to 6-MeOCHNOy, und pitrue;

; ﬁ:}é‘&oﬁl' dccnrboxy'\n Ll Rl‘ch:ud L. Akawie j §;

ved ta!. -
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',Cﬂx%éla m. 131-2°,
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R smag

Cétice’ Fodor, Odon .

- STCECAToT N Chint.

e)éln Buglish)—-A new- !

«md of mla( N-subatituted nmlno‘ :
lﬂ “lm

dnmedumlmnko- - - | _‘ .

b ucing p-H .
wamdym g pHOCH -

KH N
"PHCH, NIy, The products were len-

ﬂ'.‘ﬂ and ““:k“'g were 82 and nd 70%, revp.: Radue O - ’ o -

1 with Rane

Ngave: PhCthHCIIqu&C.IM)II -plt

.(ll), . 126-0%." * Norsyiephritte L 477-82, wirs chlained

©in excellent yk:lds by reducing (l'd-C) tﬁq FICH salts of 3

; or I, A mixt; of P CHyNi (0 075 mole) aned 33, t{110):-
thCOCl[O (.03 mole) was rcduml over prehydrunenated

L e Reucy Ni:ta give 'I,
: S CNHCH:PH m, 147-8%

T tion of 1T aver }’d-c gavr, norudenatine (8205 “yield), m.

1R8-0%. A mixti~

05 vielt of i3 i-(llﬂ)LJhLULH
Clsalt (3L } re0-12, 7 Ralues

A

§MeO(TOICALCOCHO KHISOs R , Sl

< and PhCHNI, was reduccd (Rnucy Ni) tn give 73% 3.1-
o \IEO(HO)C.H.C()CIlzNHC!M’IlH (W), m, 22 e,
Reduction (P(\-L 92 guw h\Ul;Cll(ﬂl!)C.Ié,(()ll)

OMe-4 .3 llLl. Tl

cO)Catla

(V) w128, was preped.: by rcﬂuxuu 134 AL()% 1Q)

. . CaiCOMe wilh ‘saO,
i . MU %umomlmc.

~243-H ydroxy-4- methoxyphenyl)-
(l‘mnulil KtOtt), was prtpd fram

and 0-Cub l.(N(lg)' in hot uq. soln, Reduction (Runcy

Nij of V with: PhCl{Nll. Igch 3, 4 HOMOJCHCOCH;-
(from

ol NHCHPR (VD
R wefe obtained with the

EtOH). - Lower yvickis
ﬂyoxa! in uock soln.. HINCH,CH-

".(OH)C;H;(OM(:)QH—G,'!’LI‘GI. . 170-1° -{from McOtL-

Ft,0) wus pregsl,

weing (PA-C) VI in BOH. - A

“iixt. of p-HOGH, &?OCHG KIS0, and EteNH gbsorhed

-~ L1 male of H (Roney !
S wgqub(ly\ -t

APPROVED FOR RELEASE: 06/13/2000

Ni), but only d hydroxy ketone,

il()C.thOCHgOH. was ubtzind wW.T.S.

CIA-RDP86-00513R000413330012-4"



"APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000413330012-4

; ' . « A similar restt is ob~
odified M ethyl-4-asnine-9-{otheny- 16, 1. 181-0% free Base . 40 h
e g R U R T G A e
h (S v . . of EtONa la... : b .
Rollouich, Y' \O‘b‘lnﬁtﬁtl Xbm.o(?.c(‘.e(u. .) 21, 1897 :Is":.h HQ salt, Sou® ““““Alché)\“)m}u Wt :ﬂ‘:}‘(&
lln" 1)951) —The yytimldhc synthesis z!’m “"’.?.l"h“?i’) cedure .I‘Ilh me‘c'gf& ‘S‘IL(:‘” & -6mmd-
been t Yo HCL in Cdla gave . \ 10 adene) f‘:‘)‘
i T
' 3 : " or sy ’
an .'"m.""-:'-aaﬂ?-m u':';uud 2t days n 18°, the mh.l ;" ut room temp, with 4.1 .M\Wkl\"m: o
Preated with 133 €. MesSOu L3 . at 63 s, tltered Tachee o Nal gyl i st rt; bt o o
:::ﬂu“r distd., ylelding %23, K. —g:u- ge- mul with KCN umll Il'vwnmlm did bromoacetal react
:“” WOPwlll"k( e 3 fiae “—". o w o maces 948 \m‘ﬁ Stin u“l)tc!mnmt oxidation of (B‘?‘
" abo . are the o the 3 fractions, all of which gave 'ml L wCN on heating. ‘ te onidation of (O
e T b ol e ey Sl GO e et
&mdolun gumwkdhmndksm“&?lm thh(lll)'b“""‘“ { .ul e vdrin(?), which
'“ e ot T&t(;l! h \:brlét‘:ndﬂb&m . m'?‘.gl ;: :;-_o[‘ilho sola. mllmt punﬁc-tbi‘m; -uh 24
' and treated wlth H th in Mb( trea o u;cmpmpdn.
omud the Wene a gave 1,3-dicthosy-lacclazy- “shmd
(I;Y) Enu?il ':\digl’ was not ‘l’lﬁtd fu The Na salt | Satiat f:. o:;y m:':::l"olg‘?n?‘; S‘C ;‘hg mee ‘E': nd:
h obensaxymeth t
with m\wl‘.ﬁﬁc'mﬂ%wu’»&- uf;m Cdl,). ma 52 ;;f;‘wk pfu,m,,mm ) moc::_l. u°" could
:-nfl 1.16g. T«‘:‘lmulme in EtO1l jet stand 24 hrs. give 8% + $ot be prepd. Kosolapofl
&n:lhvl—l«mn-&—(uhaxywﬂhyl )pyrimiding, bolated as
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i

- _ Fodor‘,, Go o ]

Lo - P ; g / T TUREFERSTA4TOY
R sl s B T A, Stereospecificity i thut. chemistry of _amigo

. — : alcghale. — Stereoipecifitds az norinvalkokeldl &éinddtdn

L2 G Fodor! (Prodecdings of t1e Chemical Science Depurt-
Lo ngarian Acader: v of Scienees — 4 f‘iag_y.-n-,
- . " Tudonwdnyos Akadéucia Kensiai Oszhilyduak Radewméuyet -
Yol. 5 Ho. 2 : _ <ot i Valok, Noo =4 1952, pp. € -, 4 Bigs) '
1953 o L el . i ¥he study of the_stercospcific reactions in the chom-
. o istry of - amine alcohols has led to the positive cesult

- -of gaining an {atight into the onfigusation of owlscules,

- Proof could be established by g niultaneous rega:ti; of

“éanfigurative catrefations and 1he mechanism of redctions

that configuratians were alsa icenvical whea the respective
compounds wero of identical onformation. The jrchled,

uf the stereo-conformity of i ning grepanot demvatives!

has been clucidated and the 1u b has snecoeded (8 resog-

arng @ aew  batsiormctieon bywheh conigdiclions &

thig group can be easily retaind oc clinnged thmu¥§ the

recoguition of a new sterecsprcilic reaction. [, Firdly

" Fungerien Téchnidal Abst. = .

0 oo oe
R T L
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TThim, Acad, Sci. mng AICL

. ;\_AM mqu AcCl (oantm:dsw&: and '“khf up u;e
: ;ﬁ{ th u( Kunchli Ber, 33, 264

cr), p-AcMHCH A
kkd uw.' 2. éssdmg 'i)' Im N k“}‘i 11 ‘nd

HO st 0°, the Ca.
. H A
. diazotats (nlh?«uwd by wumﬁh:dﬁ :3:’0:% CaCO;

.15
~ aﬁt«d mmim"""‘“ nHAe
Nanguv:‘{b g ing 10 g. cruds edPuxel o
lcldbyﬁddm -

e B e
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AT S AR e

T g Ay

,,,‘!ir'_zi),f_r;‘rx,’,,zx:ftriu,.-* - , , , , , , . , , e
GABOR , - Fodor —

Docmﬂpooldou of
and ki drazide into &

| | d 3
Chestoe. Ko, T 6 Tk IS
Vol. 48 No. 4 yleld by heating 4,6 i p-AcN!:!CJ{.SO,NHNHCS :@ !

. ' with 8 ml. dry pyvidine and 1.84 g. fresh distd, M !
Feb. 25, 1954 CHCl in & seated fask 1 br. on the ey bath, pouring ,
Organic Chemistry the liquid inta 150 ml. water acldified with & few ml, H,90,,
: and recrystf. the product repeatedly from 80%, Me&CO,
and drying It at 100%, It se:ms that IT un in py-
. tidine disproportionation into 1, thus withdea: it from

the reaction with MeCOCH,(!{. Thls .ﬂ;m to be con-
firmed by the facts that (a) K ylelds I in the same expt.
at room temp., (b) l-acetonylpyridinium chloride is 30~
lated from the reaction mixt., ?c) I affords I in pyridine
solu, (slowly at room temp., readily on hes thn to
40®). No N evolution was ohserved when the latter expt,
was conducted in a sealed vessel in a stream of COy. It
was surprising that I, a deriv, of NH,CSNHNH,, should
almost spontaneously undergo cn intramol. oxidation-:
reduction process, It appearn that both the NHNH and
the -CSH groups confer Instnbmty upon the NH,CSNH.
NH; mol. and the decompn. it probably very complex,
o Istvén Findly

#

Y
;

VA
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Chemical Abst.
Vol. 48 No. 6
Hare 25 1954

_S;nﬂxemi mi_;tm_mm nll Imizuln '

= G&boe Fodor v Sympy Wil 16T

&m& BEraR 2 ST =k

dvdranun, o e

n 1%.85; yeist vy FREIN

in 59 ¢ 1 CHCY, with 43 nl, ! s

réerystg. the produst {rom 24 ml aks. Ll()ll. T 4 also
T 3165 vield (5.2 ¢} by shabing G Urs, 12, dMeCt-

oo )
\HCS\H:. 72 ml. CHCL, wd 2 mb 58 HCI it ahz, -

digxane and reerysii. the prodaot fram 100 n. abs. FrOH.
To prove the structors af | var s expts

The mercaptoirram or nees Jtofniiar st
exclirfed since the test with .4 QaNhCed LU
evidence of the presence of an 8 groupin 1. 77

deriv, desesibed in the literst re has properti

from thase of I. I with PRC {CHO gave a Sdiem

with a fugh N content, the mpt cnl fomuna of woeh
agreedt with that fur a mench i of Voot Sl
but the cumpd. was not identii i ; Bitenston of U
deserihed in the lterature. A mol. wt. according to Rast

~yielded the value 1T The exiatenc: of this compd. proved

that 2 N atoms can be madily libesated fram the orighnal

'comr:i corroborating thus the byd-aringthiazole structure
- as ai;du,t the - theoretieally possible J-amino-2-imina-i-
- methyl-4:thiazolitie, .. An unégiected mode .of convirsion -
“of I was also examd. where PLCOCHO rezcts as WN.H,
" secentory R . _ Istvin Finkly
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FOLOR, G.; KOVACH, B.

RO de,
Nev synthesie of salsoline, Doklady Akad, Nauk S.S.S.R. 82, 71-4 '52,
(CA 47 no.14:6958 '53) (MLRA 5:2)

1, Szeged Univ., Hung.

Salsoline produces a very high tension on smooth miscle tissue. It has
therefore been adopted as a medicinal and included in the Soviet pharmacopeia, The
synthesis consists of oxddizing acetoisovanillone into L-methoxy-3-oxyphenylglyoxal
with Se0,, This in turn is tranffermed into alpha-benzylaninoacetoisovanillone by
reductivg condensation with benzylamine and then by hydrogenation; the benzyl radiaal
is removed and the keto group exchanged for a methyl group. This product is treated
with acetaldehyde and yields dl-salsolinephydrochloride. 2 detailed description of the
lab method of prepn is given in the exptl part. Presented by Acad V.M.Rodionow 2L
oct 51, 25272
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7 The stereochemlstry of the %,Wu
configuration of tropine and psedi) n -
and.K.imlx_N.’ldaJU i {upg.). JTChem. Soci™
1953, 721-3.—Compsrison of the rates of N — O acy! mi-;
grations has shown that the relative positions of the nitrogen
bridge and the C-3 HO group in nort-opine and in norpseudo-
:roplne m'le)c trnm{s ntllld ci:d res‘p. Thhc s(ercg:hcn‘;ical notation
. . ar these beiny fashioned after the steroids and triterpenes,

Chemical Abst. therefore nottropine and norpseud :tropine are nortropan-

Vol. 48 No. 4 : 3a-ol and -3f-0l respectively.  N-Avetylnortropan-38-of (1)’

Feb. 25, 1954 and 5.16N HCL in dioxane yield LHCI, m. 165°, N-

. ! : Bensoylnoriropan-38-t (I1), m. 160", is obtained by Schot-

Organic Chemiatry ) . ten-Baumann benzoylation of the nortropan-33-ol carbam-
ate (I1). O-Benzoyinortropan-38-0:-HCl (IV), m. 212°, is
obtained from III, N HCL, and Bz{! heated on a steam bath
for 5 hrs. O-Acelylnoriropan-38-0l-HCl (V), m. 213-14°, is
prepd. by refluxing nortropan-33-ol-HCY with AcCl for 1
hr. O-Benzoylnoriropan-3a-cl-HCl (VI), m. 214-16°, is
prepd. by refluxing nortropan-Ja-ct-HCl with excess B:Ct

for 5 hrs. N-Acelylnortropan-da-oi-HCl (VII), m, 160-3°,
is prepd. from N-acetylnortropan-3a-ol and 5N HC in-
dioxane. O-Acelylnoriropan-Jo-ol-FICt (VIIT), m. 192-4%,
is obtained from tropan-3a-yl carbimate with 58 HCl and !
AcCl, 11 on standing for 24 hrs. at 26° with 5N HCl.i.n
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dioxane yiclds TV. IV rearrayges to 11 ont treatment with
.2N  NuDH. N-Bensoylnortro n-3a-of is recavered un-
thanged by tfreatment with HCL. VI, when treated with N
NuOt1, apparently docs not react, I on heating to 160°
mecits and then solidifics, yiclding V. V, when neutralized
with 0.1N NaOH, kives 1.HC!. VIl on heating to 160° for
10 min. gives VIIL 1L The configuration of the cocalnes.
Gabor Fodor and Odén Kovaes. Idid. 724-7.~The con-
figurations of the cpimers, ecgonine and pseudoccgonine and
cocaine and pseudococainc, have been established by acyl
migratious and other stercospecific reactions. The C-3 HO
group proved to be in t tlon in ccgonine. N-
Acetylnor-aﬂ-ccgunine Et ester, o, gives O-acetyl-38-
ecgonine Et ester-HCI on trea i
path for 4 hrs. The reverse reaction is observed by treat-
ment of the O-Ac HC! salt with NaOEt. N-acetyl-3a- .
ecgonine Et ester, m. 150°, [al’s —194° (¢ & EtOH) does
not rearrange with HCl in dioxane. 2-q-Benzamidotropan-
3-g-0l-HCl ?l), m. 2287, [a]f? —40.6°% is obtained by Curt-
jus degradation of (—)-bcnmyl&-ecgor.lne and treatment
with HCl. 1 refluxed with MeOH contg. 3.5N anhyd. HCl
gave 2a-amino—3a~benzoyloxytropane-2HCl. m. 214-15°,
o]’ —21.8° (c 2, H.0). Reverse reaction occurd in N

NaOH. As a by-product in the prepn. of I, 2-a-amino-_

APPROVED FOR RELEASE: 06/13/2000

tropan-3a-ol-2HCl was 'obmincd. Curtins degradation of

X yl-3t1—cc%onme yields 2g-benzamidotropan-dg-
(al3g 82° (c 2, 11:0), which does not rearrange
on heating lh‘!t{Cllm Mentl.  Cocaine (2“ reduction with
+ gives, after treatnnnt with HC, (—)-2a-ecgonbiol '
(!l) HCL snlt', m. 27(}72", [a)2g —87.3°%; while Li.—\ﬁfreduc'-" o
tion 0{‘( ++)-33-ccgonine Me ester gives { +)-33-ecgoninol m.
131-3°, [a]".? 58.3“’ {¢ 3, F,0) [HCl sait, m. 232-3°, talis
- _ When s treated with PRCHO snd PhSO, M there
is (:btnmcd 0,0"-benzyli lene-3a-ecgoninal, . 1ue-4°
[a]3¢ —9.43, No benzylidene deriv, is obtained from :the
3g-compd. 1ldchydrates rvhen treated with chiloral hydrate
and concd. H,SOq at 20°, however the 33-cumpd. docs uot

K€ Schirtiber

m 54

1/‘3

-~

s Co.
P Y he
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v (! ennﬂog of m. I T e
: . g:: a2 Smknumd %[.3(#“:‘”(; Jound. "‘m' N Dol
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Ehydroxymetitytpyrrolizidie arg proposed “for platynies
citie (1), hellotridine (I1), dud retranceine (30), resp. Pres
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structures, B aned XTI dire known th be stereuboners and
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the:levorgtitdry solni, (IIT) is shown by treating the mixt, - -
with PANCO,’ ddm the 3-N-phenylcarbamate of I, m. ™
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B (T H ) wa fed (3 s ¥ to B12.5 g/ pdwbtie acid {1},
CUMCUES o S0 Ay pnnmd with red P) the wict, kept 6 .
days (35107 and mrayg wewp, at mights), than wirmut
slowly (s racno to T3-BU7 (5 hes.), and a soln. of the reshdue
in G0 ik petr, cthier ot —I8* washod with theee 100-ml.
portions of fee HLQL - Attempted disto. (at .01 mun, ) of
7MY g, defed (Mg80:) and € treated, crtde ity Chifiee
COUr (1) crtined decoinpn. 1L 3615.2 £.) was added (3.5-1
hes.) to 627 g, N,CHCO: ¢ (BT) nod the mit, kopt over-
uight ot 20%, then warmed at.30-5° uatil N evolution ceascd
4-8 hrs,), giviug 018 g: crude CutinCHErCOCHN)ICOEL
ATV)ym 93262, erystd. fromn [tOH, m. 88-9°.. CrudeIVin
600 ml. ale. trented with 30.5 (ske) inl, 8.98%%
(0.9 moles) was hydrogenated with 40 g. 11.19 Pd-C pre-
reduced ia 500 m). ale,, coned. 1y, and chilled, giving 77.6 8.
pt.; further concu. gave ay addul. 32,3 g.. T-vo crystns,
EtOAc (1) g./40 ml.) gave oL-CuHyCOCH(NH;)-
COyEL %V) HCI salt, m. 114-16° (fromale.); ¥V HBr, m. -
111-12.5°% - IV in hiexane with Pd-C was Yydrogenated to
Et 2,0lipentadecyldihydro-, 5 syrasinedicarboxylate (V1),
me S48 (fram ate)! - V.HEE (0S4 %.) and 0.18 g. NaOAc
in 18 mb H\O treated 10 min, with 2,04 g ‘AciO gave VI.
A mixt, of 37 ml, Acd), 35 g.-AgQAc, 78.87 g. VHCL, and
600 m). MO shaken 5 hts. Jn the dark, boiled 610 mia.,
filtered liot, ol t4- Slteate chilled paye 63,2 g. cqude DL« -
CullnCOCH ™ "1 4 Bt (VIT), m, 63-8% cryapa, from
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- ‘-Jl}ml.hexunayield:dbav, LT1-3% H) S . o
e oo Y HCE gweﬂ.ﬁ%crude 1, . 6Q-TE Y . ; R
: he.nylhz:\rawne m. 105:5-7° {frem Al
glamh 50, cold

.

MO conty. & drops 0% 0 KOH was ™~ /(;// B
. added (16-207) 7.54¢. V.1 CH in 200 ml, atn. AeOH, and - . . .-
? - the mixt. teeated aftee 12 hes, at age, with 2o mt. $,0 und & . )
extd. with five S0l portioms of g the MgSQudried T W T C :
ext. gave (at5—lO“)wm\ dry 1Ct4.78 8. crude (m. 110-11°) -

threo- aiid erythro-raccinates of CuHuCH QHICH(NHi)-

CO, Bt {VHT) HCE sait, e 118-20° (from HtOAch Simi-

tarly, VII with NabBH ylelded 8150 NoAc derpve (1X) of

ViIf, m. §9-90° (from 1t0Ac).  VILHCI with Ac0-

! AgOAc gave 1. IX keatod with Ac,0-Da0Ac gave the

| 0,N-di-Ac deriv, of VIIL, m. §3.5-9.6° (fromn e, CO).

. A suspension of 1.9 g YLHC in 30 ml 11,0 was shaken

10 min, with a soln. of 50 ml. 6% NaOiic and 5 ml. N

NaOil; the 1i1;0 soln, ol VI was wiahed with 10 mi.

X {0, diled (MBS0, and the VI in 60 Jut, 4,0 treated

. with 0.65 g. Lidltl¢in a9 ml, Et:0 and, aftir 130y withd

' i, EtOAc and 10 i, H:0, giving 1.29 ;. waxy product,

which, in 160, yichiel! with dry HCL the sacemates of

-C“HnCHSOH)CH(NH;)CIL:OH {X) HC. salt (0,76 &b

m, 250-4° (frow BLoAc). X.1dl with 4r;0-AgQAc gave

DL-rr)lkruu\'-ucct_v\ doriv. (XI) of X 0 118-21° (from

EtOAc). IX with Linfl, (equimolar 13l and NaBHd

vielded §7.55, rrude X1, whicly was €ry? . from MeCN.

$50Rrs {28.50 g was addded (2.5 hrs) to B.ag. 1at75%, the

tnixt. heated 4 hrs, at a0?, treated with 20 mi, dry Caile.

and the Cetly fomoved i pacun with e cxcess SOBtn

~ feaving 62.4 €. crude Cul{nCOr xil)., Xil (63.0 2.}, was
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_mlst. kept t day nt(\ -and 2 days ot 20°, then treated with

10.7 g. pyrkilnge in 53 md. potr, ether; the {-carhethioxy-

. mcu?lpyrldmlum bromide {41.3 g.) which pptd. m. 112-

rom CHICL). - The filtrate, washicd with three 30-mi.
poruous of HO, fite 30-ml. - porticns of 10% HCI, and
three 30-mi. portions of ¥ kOH, dncd (L!gSO.). coued. i

hydrogenated in tsﬂr- tOH
cmr:t L. Sutherland—

35—8‘ Trom EtOR).
gave V.HDr,

and dried on a

i
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Vi A eu!,ﬂ ). Al nm
and; m CA. 48 114376, —The wnﬁgum
“tion of coc:lnc a dcﬁnlte'y d'td 'as (— )28 curhomethosys
38 beuzovloxv(ropa roxymethyl-38-teo nole i
HCL, rn. *, («m -J7 kYl-l)). {s ndded durlng 15' R
mh. to , yix m‘nﬂ wor na up ! e:a‘ .nomun . ;
(6 2 ll H|0) [lree !me (l), n. 76-8' nolidtf ing aga!n at
80-00° and aguin m, 218-24° (decanpn.). 2y —-67.5 .,
¢ 8101, Bt H); ss-Aco nnalogdﬂdv. Hel R
f :O)(!l 1 does not nects -
tate-H disotved in Cq!e!a i
ylelding unregeted . .
- cirastol, ether of 1 °
zs-hydmxym{ﬁyz-qd irepanod (1), M. ¢, {4}y ~88. g% - =
{¢ 1860. ) {plerate, m, 24647 &ircmxpn B) ;
hy ea in CeHy o0 @ steeen ba Ecrem;.arhm , -
enimnceu! titels! uuwm’ot'rcﬁu: !‘HCH:\' oIt
BtOH contyg. 1 A
Ran Nhtﬁﬁntm.ltﬁﬂ‘ b
coned. HCY i & wcaled tube lt 124° I.H
. 47% ylcld, A scla. of NaOEt tn BtOH an
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LT T - for 3 hew., viehthig u compd., heiy 143-4°, [a]}? —28.7% "
. {2107, BUOH Y. prabhably a mixt. of 3 isomets of the mona-
+ Btethers of erponfiiol. Reaction of I with NaOH gavea. !
,  mixt. of TS cplmers of 2-hydroxy-3-tropano!, LHCH o
i MeOH was treated with NuOMe, hydrogenated with Pd-C '
- at  156°% ylelding  28-meskyl38-tropancl-HCl (MIHCI):
iBS%). m. 266-0° (decompn.), {alt® —30.5° (¢ 2.787,
140) [free base, m. 58°, [a]1f —58.2° (¢ 2.164, ELOH);.
36-AcO analog deriv,, oif; 38-AcO analog-HBr, m. 203-4°, °
{mh} ~39° {t 2.338, EtOH); N-mcthiodide, m. 300%"
decompn.), loli? 2.8° (¢ 2.002, HO)]. To a soln. of
redistd, BICN in CiH, is added 28-methyl-38-acttaxytro- ;
ne at '60;;:&: ¢ at that temp, l%ras hn&, mac{(li yi;l‘g!; :
ng cryst, 8-acctaxyiropan-HBr and an off, w :
dt:zyﬂml with NaOH at ?oo' and working up gave-
et P nar-28-meth®-39-tropancl (IV), m. 105-8°, [a]y® ~57.0° (¢°
L ' 2.002, EtOH) (HCI deriv., ., 265-6° (deem;:.})n.). it
: L ~43.8° (¢ 2.183, H’,O{.*N-Bz desiv., m. 177-8%, a'f:,
- 10.2° (¢ 8.14, dioxane)]. IV {4 PHCY, eatd. with COy -
- ptated with genitrabenzaldehyde, heated in ol bath to}
42°, PhCl digtd, d:bdvhhM;SO.mdrnbacHntom; o
tion flask, heated for 3 hies. at 100°, PACE distd., und the rest. |
due erystd. Yielding p-kitrophenylictrabydro-m-cxarine derve, >
of IV, n, T7-0%, [} 3.8° (c 2008, CHle), which on treat-

et — -
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ment w(th HCJ in ELOI{ gave buck IV, Oxldaﬁon of HI . %.4 B
with (isg-PrO)Al and eyclohexanione gave 28-methyl3- L -
~tropanone, by 1.5-6“ (ar —253.5° {c 2.1, abs. htOlI) . .
HCI salt, m. 200-1°, (o]} —~12.6° (¢ 2.003, H:0); oxme
~{V), m, 160-17, M;f ~41.5° (¢ 2.005, abs, EtOH)}.
n HO brought to 1.0 was lieated on & steam bath und
“then treated w soln. of pherie aeld in 00% ElOH.‘ i
" yielding on coucn. Za-mﬂﬂ-lroprm picrate, 51 313-
- - 14°, from which the parent compd., m. 190-1%, [y -
S e . "6, 15° (c-1.234, H,0), was obtained. Treatment of 2a-
B : ’ hydtox ethyl-ap-umol-HC! with SOCI; for 16 min. at
S : : elding - 2a~chlorameth m 233-4°
o B S (decom(pu J [u“? 58.5° !hee ‘od)' m. 95-6 o In)u :
. . . 4, abs.: EtOH e,
' Cﬂmnn.). IaHf 4 5' 2.(1)2, HAO)]. wb:ch on rvducmn N
80 atro. pressurc and 90° for §
hn. u:.na. m. 251-"' %lccom.m e
. .. : . [aHr335‘ (cl‘ma [!reebase, l\? 18.5° (¢ .205,
- ' - abs. BtOH); - memiodme, ° (¢ 2.004
: #,0); acetnte-HBr, w1, 192-4'. lu]&? 40.3°. (c 1.843, abs,
~ BLOH). - VI on refluxing s CoHy for 4 hrs, guve unchxmgcd
’ : . VI When 2u-methyl-38-acetoxytropane was freated with
o . r, BrCN,. N-cyaronar-Ja-metkyl-1g-acetoxylropane, m. 70 -81°,
’ : Jal3p 62° (c 2,001, abs. EtOH{), wax obtuined, which oo |l)-
: : drolysis with aq. 'NuOH at 100° for 12 b gave mor-fa-
L : : mlhﬂ..w-lm/m»l (vm. " M—a'. Tl 32 ALA™ Ce 200,
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- . . " LA ! |
- . . e h

i S aba, ) L peiteophienyh-oxazine deriv. (VUL i, B~ "
i 100, fal3e TOR° (e 2010, alis, Culi); N-De derivi, m. 1
: . 141-2%, Leldt =8.437 (¢ 142, tioxane}}:  Treatmint of 14
i : SVIIL with 2% HCH gave VIL Oxifation of Zaamethiyi<3g- -
- 4 tropannl with Cry in alactal HOAe gave Senirihyin-lros : ! s
;) panone [HCH derdy, nr. 191-37, lafip 8.25° (c 2,430, ILOY C s A
% : oxlme, m. 151-2%, [al§? -=iR3°® (¢ 1.050, abs. Medt.
i The N-Nz derivs, of IV and VI eacli wuderwent acyl igm-
g tors when treated with 2V HCL in dintane o give the amino
¥ ester salt, w. 270° {decompit.), [al%] —~47.6° (¢ 0.89,
e - 3,0}, and e, 335° {decom;m.). {a}1? 63.4° (c 1, HO1, fesp.

N-Benznylnorecgonine glso gave acyl migeaticn . HCL" 77 7
%] diozane o yleld O-Yenroyluorecganine-HCI, m. £25-9%,
a : . lajtp ~43° (H:0). N-Cyunoncreocsine in glacial HOAe
£ 7 was treated with coned, HiSO fot 4 hrs., at soom tempy . R
.7 ‘Tt;0 added und the sofid treated with »q. aN Kl\Outo 0 o
i} . eld | N~carbamylxcreocaine, m. 179-60%, [a
7‘1 McOH), which was rzacted with NaOMe In MeOH at

o o - 15* for 84 4ra. to yield the Asester, m. 212°%, a]\? +63.5¢

,g]os',rg-teom, and the cyclic areide m, 168°% lal¥ -1.8°

. "%he determination of 146 configuration of ke tropane-.
') B o : elkelolds ceal oxygen functicns eitached to the Ipyfr-.‘
& I '~ rolidine ting. - G. Fodor, J. Téthy and 1. Vincre bid.
o  i7=13.~A new method (7 estabhshing {fie configirations
of wnino alcs. with & testiary Natom ls autlioed, Ttloiding
(1), dtoxcine (I1), ead di3,fdibyltrozvizonane Iy fur-

(Y

Sovin g m A &

e
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e o ttised by reaction with ICH,CO,Et (IV) the salis of the . /e -
4 Tooe corcesponding lactones of the N-carboxymethyl deriv., in- -

volving OH mw&a at C8 and(or) -7.. The syn (§) posltion -
of thesa groups therefote proved, 1T dissolved in CeHg -
C and treated with IV gave the lactons of N-catdoxsymetayle ‘
B oscintums fodids {V), m. 246°, whicl on shaking with aq. : Do
. . CARO gave the betains of N-corbosymethloseine, m. 266° - s
o " (decompn.), reconverted to the lactone with HI, Scopol- e s
A {amine-HBr IO in H,O teeated with NaHCO,, extd, with -~ . | : '
- {CHCly, and dried over MgSO,, yiekied amorphous sopol.
. amine, which on treatment with IV gave N-carh:{m W
v vantiniins (odide, m, 155°, which on tefluxing with 10%,
CFHC gave V. DL with IV gave the odide of di-N<carboxye
weth -2, 98-dikydroryirepane, m, fﬂ' {decompn.), which
B TG e i
hydrexyirapans, 1, ecotnpn. ), S
[ Wth IV gave N-carbebonpmesdpiatsid o Aotk & L o
- aad @ fractlon, m. 255-64°, which on treatment with AgO T
 gave the bcu_!ne, m, 252% which on treatment with H! . .
: gg;e the dodide of dl-N-carbosymethyltclosding lactens, m,
* . (d pv.J.  Teloidi I water oxidized with - .
iperiodic acld utilized one mote of HIO, whils the lactongdid - - !
gt veact with HIO,, .- © . KRustC. Schrt&s_r"w‘; ‘
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Su!ﬂnso:&iun tud rphinagolipides.  XIt. Correlation of & }
g of tuatural) sphingosing with that of 1 ,7 ?
=.’.'.H\m—.!wln-imJ.-l~dil|ydlrn;y\:ulyrlc FYST] TR O T Gl

- §nbop, sraed 1, Lyt § Ly seppeid, M) Il ('kﬁﬂ"ﬂi
' R TS adkm Corowan )y of.. Col. 49, Wrsh, -,

. T ‘Tyiseely baphingonine (11, 3 g. in B d, alw, CHICEH, wis!

1 G feeatead 00 i, with 855 saune. Thie CHCH-inwnt, vaonide:, : . : .
ﬁ U P\ . b fait) was Tivatedd (R -1007) with X0 il 4O, then was ehitkl’ T : . .-
7t the JEU0 Ry decants 4 The sdeled (desieentor with: . . C
Calle) rosidue (LUK vrvstib, from petr, ether, gave 0.4 . oL N
g. myristic weid (M), m. 3t 3 The pete, ether soli. gave - - e
1 peivlue yielling 0.7 g. jetaldehyde dA<linitraphe gl

~hiydrazoue, nt. -7 ° (fsomn LOR). Qzonolysis of 8 g. 1

{eomty. fat-sol. nusterlat) gave o product which treated it

) ml. ale, with 4.5 mi 2N NeOH and 3.7 g S-leneyiiso:

tivinrestin chlorde i 5wl ale. tubded gave 2.5 8. of th

alt af 11, o, 1387 (from BUOID. - The HO-sol, oronotystt
produact was deculerizal with € and evapd, in s to give N
2.5 . cevidie; this 1 18 ml, dioxane mixed with Sudd., J2US810

wind Hmb. 6N HCY i dioxane and shaken 4-8 duysina Bbomb . N

tuhe, gave 2400 g, crde product, which i turn gave 0.1

K- ".«mhm«‘{-hydrmybutymlmlmm-ll(‘i (), wm., ae-24 )
(‘dccm_npu.). ln]?8 4737 (¢ 0553, 1,0). _ Evapg. the (o {{ul

i

<

—

PN -
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Fokba LY
ce e e cbrors d e neonbied T gave an oil which was wiirted 20 i % P ST
T T T T Co o ut BR-0nT (bath) with 50l 30% 1,0, Bvapu ol the = .
oaqusolu, gave 1.5 g, oi); i on standiug § week in 25 mt, : S : -
4N HCI, concg., adding afe, angd 48, cva . i rystpe,
the reskdue frum 10wl ale, gave .04 g, U1, ‘Bvepn, of
“the Alteate and 2 extns. of the residne (0,51 5.) will nle, -
gave serine.  LL(0.28 £.) i 15 ml, HO wus raken & dayw
with 5 aud 0.4 g. Pd-C (1295 PdO), the cembined 1iHtrate
(aud washiogs evapd. in tacao, and the residue treate ! witl

. two 2thml. portions E1OH ued EtOH-L&N o give 0042 . . - . . -
,sﬂmiuo-i.’.vl-d:hydmxywtyrakkhvde«l!Cl {IV), m. 477-8° o a
(deeatmpn.), jo}¥s 22.5° (¢ 0.4, H,0). "IV(0.11 8.) in 15nl, - -k

H hydrogenited 4 weeks with 0.5 g, Pd-C, the Gitruie sud
» wrshings evapd, is racwo, und the residue, crystd, from - R
MeOH-BLO, gave 0.035 g. hvgroscople by ~ Yeeryibra-2- P =
wimino-1,3,4-hutanctriol. HCI (V), m, 2502-4°, )i -1,780 ¢ -
,(‘i l)..’)."l;“.“ ll,O!.ﬂ_'W could also be hydrogenated with °
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[ waney fyn gt 190 aint, avd M. . pdkree2eBrupmido-dite | Y : . .
diliydeony-y-butyrolactone (2 £.) und 10 ml, SOCL guve 1o 3 ’ :

- . : . {4— rrythro-2amino-3-hyitruxy -y -batvroluctime -HCI (V1 :
Yl Lo by the nethod of Haiuel and Painter (C.A. 48, ). A )
ty-product (08 ¢.). m. 10K0-1° (from ake. )y bx putative 2=
) ' iensamkiosichtoro-thiydrory--butyralagtone (VLD lu‘}ﬂ‘! . / -
~120°* (c 0.3, 1101). Av ug, suspenston of 1.2 g, VI >

Arented with il N NaOll guve 0.7 g 2-phonyl-Adiva
droxyntethyt4carboxymazate tactone (VI tn, 158610
[ (fronws 131 BtOH-petr. ether), Heating (160-5") 2-phenyl-
T : . , .’:-h\'dmrnﬂhyl-i-curlnx)'uxnmliuc factoneH{C) also gave:
i . Vi, VI was opticully inactive and conbd nat be hydro-,
e . genated at 100 atm; with Raney Ni. VI(2.5 ¢.) (M. and
e £, loc.cit.) i {60 ml. 11,0 with 15 g. Rauey Nihydrogenated.
: 12 hts. ot 00° and 120 atm., 0.1 g Mg poreder adided, hydro-
. - genation contimeed 4 hirs. ot 100-3° and 130 atm. {when’
‘ the. Fchiing test was neg.), the combined filtrate and washe.
- ings concd. 8 wacko and cvapd, with ake Cilly, and the
Cpesidue (2.1 1) crystd. from MeOH-EtO gave 1-{+):

cesthro-Z-amitio-1 3 4-butanctriotHCL (LX), m. 2037
(framing), {al}3 1.07°(c 3, 11;0). 1X is the antipode of V.

_ Simitae roduction of 2.5 g of the p-isonrer of VI (H. and:

P, dee. eid) gave 1.8 . Y, [ali] ~1453° (¢ 0.8, HQ), m.

. 203° (decennpn.), which did not depress the mp. of V irmvl'

|

1. Thut sphingosine i tergthro-2-aming-1 3-dikydroxy
d-4rans-octaderene, - Ceorge H. Sutherland -}
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-mm Che sterew

H (,,),H group and t
converted hy b
1%0°, !r-.\,

g r
14! the nautra
'eu,c-mnu " lSJ‘* L o0
Hnu evideney i ennbiv
is comidered 13 ot

Ja-beuzoyinxyireptot.
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- 7 Synthesis of chloramphenicol, G. Vodor, §. Téth, B "7~~~ plelhres-Pal S CHONHDCHOM  bioxelale, . i, 131~ >
(—:ovy;lcs, and J: > ~g6«im Tzroesd. Akad. 40° (from EtOH}, which yielded the free base, m, §2-3°. :
- Noub S.S.8.R., Otdel. Kkim, Nank 1955, 441-51; Bull.cH Electrolytic teduction ¢f I in 100 ml. AcOH and 200 ml,
dced. Sei. U.S.S.R. Div. Chem. Sci. 1955, 391-%Lnel. 839, EtOH with 1 Hg-pool clectrode and 20% HNO; wio-
transiation): of, Fodor, el al., C.A. 44, 72733.~PhCH:CH- Iyte in  porous oip ot 0.07 mmp./sq. cin. and 4-8°, the
ClLOAe (30 g.) in 450 ml. Ph)e added to 400 g. NaNO, ) catholyte heing acidified with HCH, gmve in 5 brs., from 14
in 250 ml. 1.0 in o durk vessel, the stirred mixt, treated g. I, 2.4 g D0 eo-PRCH(OH)CHINHAYCILO e, m.
7 lirs, ut 0° with 1.4 1. 209, H.S0, with occasional bubbling 1690-70° (from AcM). I similarly treated in ale. HCY ot
of Cy to break the foam, and the MePh layer filtered gave . . 35-7° gave 98¢ Cliree product, m. 1687, PRCINOH)- ]
__the erude_product, which, washed with EtOH aud EIOH- k CH(NH,JCH.OH (16.7 g.) in 100 ml. 150 and 200 mi. =" " |
FLO, vielded 80 g, vl¢rythro-PRCH{NOYCH(NO)CHy - = - KtOAc treatedwith stiring in EQ min.. with 30 mi. 40%. .. |
.OAe, m. 3124°, discoloring after. severnl weeks' storage. * NaOH at 30°, with the pH kept at 6-8, the aq, phase extd, : ol
This (56 g.) treated with stirring in 224 ml. Ac/O at 26-9° with EtOAc, the tomhbined org. solns. evapd., and the resi- -
over 0 min. under COp with 24 g. coned. H:50, and 72 ml. - due, treated with zha. ELOH-FICI gave 50.5% br-ihreo-
Ac:0, stirred 50 min. longer, dild. with 1 1, ice water, and - PRCH{OHCH( NI CFLOA HIC!, m. 178°, which with
vept 3-4 duys in a refrigerator gave 69% pr-threo-PhCH-  K,CO, gave the fite base, m. 136-8°, identified as pt-tarco-
(04} CH(NO)CH O (1), m, 72° (from EtOH). (Ch- PhCH(OH)CH(NTAYCHOH.  CLCHCO:Me instrad of
CTCOLO in the abave reaction similarly gave, after treat- FEtOAc in the atuve gave G1L.RS, orLhreo-PACH{O:CCH- .
ment of the quenched procuct with Na.COs and NaOae, CLYCH(NILYCHL.OH.HC, m. 195°, The latter (1575 -, .
359 pL-three-PECH(0:CCH Ch)CH{NO) ) CHOAe (1), w. . g.) treated with (5 ml. Hi:O and $0 ml. EtOAc, then ut -
_74¢ (erude), m. 82° {from EtOH). I (64 g.) io 960 wl. 5% with 3.45 g. K,CO,, stirred 5 min., and extd. with -
e:CO treated over 10 min, with 1,156 1, ¥ HCI, then re- EtOAc gave 78S pr-ihreo-PhCH{ORCHINH COCIICh)-
Prxed 3.5 hrs., coned., treated with 130 g NaHCO,, CHOH {1TA), w. 94-8° (from 805 ELOH), which stined
exid, with Bt.0, and the cxt. shaken with KHSEO0; gave - with pyridine-Ac{) 0.5 hr, at 160°, yictded 335 nu-threo-
62.3%% - pL-theco-PhCH{QI)CH{NO:)CH.OII, m. .82.5° . PECH(OANCH(WVHCOCH C)CIROAe (HIB), m. 03-5°
(frem Et:O-petr. cther).  Nydrogenation of § in AcOH over . {from 609 BtOIT}; A kept 15 min, ut 70° with Ac.O gave
Pa-0 at 40 atm. gave 409 pr-hreo-PhCH(OI)CH(NILAc)- 739 vi-three-PhCH{OHNCHINHCOCH ULICH 04 (1Y),
CEOAc (1), m. :68-0° (cf. U.S. 2,483,885, C.4. 45, m. 100-1° (from B1GAc-petr. ether}, which with abs, B0
G5a), which (1 g.), kept 2% hrs: with 5 nil, quinoline and - EtOH-HCI at 0° jielded in 24 hrs. 7495 Du-threa-PACH-
L5 g, AcO, pave 1.1 (. pLtkrec-PhCH{QA)CH{NFH Ac)- S (OCCHCIMTCH{IVHACHOAc HCE (IVA), m. 167% {from-
CirOK, v, 70-80°, I refluxed 2 hrs, with 5% HCl gave EIOH-1200). 1V (3.2 .} in 10 ml. divxane tieated with 5 L
S5 prethreo-PRCH{OH) CH(NH)YCHOI HCL, m. 192 . dioxane conty: 0,94 3. HNG; at 0% aud kept several days . .
(cf. 1L8, 2513318, CA. 45, 178a). 1 hydrogenated in it 0° gave 75505 HAO, axalog (IVB) of IVA, CuHuONCh, ) B
' o feuER) “\"- :
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= - o \ /Syn(h_esls of 6-tropeu-3+-ol, & suggested Intermedlate for
‘ scopolamine, -, Fm;m; J, tath, 1. Keczur, and [ Vincze - S o
(Inst. of Org. CROMNT S Reged Hung J. Chomislry £ Industry, ‘ - i
.1985; 1260~ 1.~~'The title compd. wos prepd.: vis the:teac- : T ‘
tions: (& )-68-hydroxytrapin-3-one wad coiverted (o jta (0o D
- phenylurethuus, m. 127-9%, which was hydrogenated ta{)- & .
Ga-phenylanrbaninyloxy-Ja-hydroxyteopane (1), nt. 8237, L
) . I was acetylated and distd. in mana, resulting in the reversat p
i - of urcthan formation, ylclding (d:%%-nce:i:x"-ﬁﬁflllyd{qi'*:
: " tropane (I1), m. 180°. 11 (2 moles) was treated with ode
winle tosyl chivride to give the p-toluenesullonald, which v 43
cleiaved by collidine at 180% in & Natm, ina sealed tube into
- B-tropent-yl acctate (TH), by 86, - Tropen-3a-ol [picrute,
w. 378° (decompn, )} was prepd. by the Kunz bydrolysis of
Ht. s . Susan 1. Wright

\
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) T
b and synihictia studies In the sphingoelne 850%), suspended in 11, C.68 NaOH, extd. 3 times with 147717
TG Podor tls of natlural ¢ h!ngadnefp-—].‘xm_v ether, the solid residue Tromt the evapn. of the comblaed i
2 x : v, ). Acla Chifi-Atag- cther exts, dissolved in 110 ml. dry CiHN, ticated at 0°. .1~ i
j ’)h' o TURE 3, H{T-BITUGB Rla EagTih); o1, €.4. 49, 4521e.—  with 120 ml. AGO, and huated 15 min. yiekled, after stand-- (- 4
: CAWIS 43"78'!“7’““” iscrepancy (Klenk and Diebold, 3 ing a day in the cold, 200 g. tri-Ac deriv, (ID ot [,m 1020 I
L e bootahan o Nemann and Nichols, CA. 36, 378¢0),: 4% Int® ~0.7° (¢ 1.1, CHCL). Alk, hydrolysls of I .- 1. .
U nvestaneqts o sphingosine (I) and fts derive.’ was re. - gave crude I, m. 60-78°, which (1.1 g.) was reacctylated to - 3
{0 e ECl‘dlh et e crude sulfate of ¥ (57 ¢.), obtained by = ¥ikid L1 g. I, identical wiith the preceding sample.  Thas, .- R
i spinat m"o;‘ Y‘“‘L"‘ sphiagolipides from the bealn and . Mo Walden inversion had occurred ducing the prepn, of & N
pinal o cattle accordidg to Cartee, of al. (C.A. 41, ~ [rom lipides by their acid hydrelysis, followed by the alk..
Tt Y . e . bydrolysls of 11 (cf. Jeiny and Grob, C.A. 49, BaTS).:
. Partlal alk. hydrolysis o' 6.4 g. IL in 200 ml. McOH by
letting it stond 12 Hes. at {18° witht 40 1ul, ¥ KOH i MeOH,-
p S¥aFE. the mixt. to 100-2{t ml. at 30°, adding 200 mi. H.O; - - | R
and extg. with ether vichled from the ether ext. 3 g. N-Ae:® - -

deriv. (HI) of I, m. 680-5°, [+]}® —5.5° {c 2, CHICLY . |
. tnixed m.p. with the dikidro deriv. of III, 62-111°, The y
mtother lquor from the prepn. of pure I fread from the !
—solvent i pacea and thy residue dissolved fn CHCH and ™ - Y
neutralized gave an oil, 1y 170-00° {bath temp.), la i - R
i

lal¥?
~6% (¢ 2, CHCL), probably C,;HuCIl:CHCH(()RL)-
) . . . CH(NHR)CHOR' (R = R’ w Ac, R” = Me). I(1.3¢g.)
from the alk. hydrolysis of 3 g, Il in 10 mi. def CHLN -
@ treated with 3 g, p-O;NIZHCOCH, heated 16 mi, on a- -
" steam bath, allowed to sinnd 1 Jay at room temp., 20 ml.
- HjO added, and the mixt. extd. with CHCl yielded 1.14
g. tris-{ p-nltrobenzoyl) digiv. (IV) of I, m. 1360 (from
— 905 McaCO-1,0). Siv:lar teeatment of 2 g, dihydro-
sphingosine (V) gave 25 g. tris-((fmitmhcnmyi) deriv.
) ol V, m. 144-5° (freen abs, BtOH); mized mi.p. with
V, 138-42°. Alk, hydinlysis of VI gave the N-p-OsN-
. CHCO dexiv. (Vil} of 7, m. 124 8% (from dil. EtOH), -
- ."l‘kc stability and erystn. properties of IV, V1, and VII:

Aovery
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QJ. Kiss’

vreie not afpgggzte fotr ozorolysis, and only I and I
& 1 in 10
1.5 hrs. at room temp. pptd. the ozonide, and

Cly # wo, shaking the residue GU-min- witht- 00 tl.- -
SR Caling n ice yiekted 4 g. HyO-asal. off (VE),

d. by petr. ether into (1) 0.0 g. pctr.;thepsol._my;i!tc
ﬁ:‘i)d, mYug\cd mixed m.p. 81-4° {S-benzylisothiuronium n}lﬂi
m. 138° (cf. Donkmvg, C.A. 30, 5162¢), and (2) gl‘aﬁ

¥ AcOM-sol. mydistaldehyde (IX), which reduced Felt Ki‘
soln. and yiekled 0.7 g. 2,4-d!nluophenylhydmtone‘( )
of X, m. 104-5° (from BtOH). The a:i. Tayer sepd. from
VIIf also reduced Fehliog soln., and after evapn. ofséhe
solvent, the residual (2.28 g.) sirup was scetyfated to 0.62¢.
" AcOCH,CH(NHAR)CH(OAc)CHO, uoncryst. but 2
acterized by its compd. with 2, 4-(OuNHC e NHNH,
probzhly the osazone of AcOCH;Ceﬂ(NHAE?COCHO. m.
. 176~8° (decompn., soitcuinf at 160°). . Also rom the com~
t bined aq. mother liquors of the preceding ozotolysis prod

;;(%g‘iehz (c0.8, CHOL} (€A 7, 864IA). _Hydrolysis o
z. o

_ XI by heating 6 hrs. at 120:30° in a sealed tube with
10 ml. H/O gave a tri-Ac deriv, uf an amizo tetraof, but

_ = periodic oxidation failed, probahl) becatse of the migration .. .. .

of ag Ac groug so that no vicina! M groups remaiced. X
. Pregaration of tclird loog-chein Ehnﬂc ketontes. I,

Salley., I6d. S4U-5&{in GermuinXBaglish summary)—
y As & step toward complete synthesis of ephingesine, the
- key compd., 8-CulnCH:CHAr (1], was prepd.. after pre-
- Bminary expty. on model compds. &-CyuHiyOH (4848 g.).

warnied 7 hes. on a steam bath with 308.7 g. POCY, uccord

' . ing to Plimmer and Burch (C..., 23, 2417), gave G40 g.
— trude CiHzOPOH,; (I1), m. 7. 9 (samnple recrysid. rom

CHCY). Distn. and redistn. of !0 g. II in vacuo gave the
fractions (g., b.p., s4): 126.5, by 147-70°, —; 13, bu
—146-63°%, 1:4424; 76, by 155-7°, 1.44537 {IID); 20, by 155~

ts, acidified, evapd. to drygess, and thcrcaiduecxtd.wm: { 7%, 14445, Oronolysis of NI nccording to Asinger and
< -11cts, acidil ' . ]

butyrolactone HCI salt, m. 318-20°, o]y 47.2% (c 0.634,

, hot abs. EtOH, was obtained 03 ¢. J-amiuo-z-:{{ruy-d-

11,0, which fails to give ninhydrin and Fehling sola, tests. -

~ Simj 13is of 1 gave no isolatable products except X,
’81"1[1‘::‘ l;;)rli‘:!li‘:l‘;on{glhe dofbk bond was attempted also throuasgh
. .- the cponide: 6.1 g. I in 12 mi. CHCl treated with 0' ‘d
. D20 in 51 mi; CHCY, ailowed (o‘:mnc:&i?‘):’:'t 0*, nun o
j . i1 vacuo gave a yellow oii, whose .
T T T A8 v epoxids (K1) of 11, m. 134-6° (frora MecCO),

APPROVED FOR RELEASE: 06/13/

Edkoldt {C.A4. 38, §7%) yielded 8.1t g. mized acids, sepd. by
vaduum distn. into 0.6 g. fauric, by 83172°, and 5.1 g.

fe acld, m. 34~40°, characlerired by their S-benzyl.
lsathiurouiam malts, m. 140-1" 2:d 139°, resp. A shift of
the doubte boud had obviously ozrred during the thermal
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AT GO U OO preod

decontpn, of 1L, The deat m"“"ﬂm“"" o ! 1, 1nd it acid caloride (X1, o,
. to Wutesman, # abs . ts Myers {C.A. €6, 1438¢Y, ) ¢ '
grng z'z“ﬁi"s)cﬁ}"ﬁ‘c‘af& ?.wo g.n fv u(:v!u N 4 hra, from_ 1&“.3', th SOCK in the wamal way, Treatment of 6.1

Y

iti * i bove yielded 505 crude and .
ce 310° °, giving 51 g. distiliate (332 g. CuHu male XE with 0.1 mole Vil as a : 1
sl Hiealh i i G B g L MO 3 i s
% and the f ' s P, o 118-20°), tak onec—
) T Tl e S e et ol St i LA S o
3 " . . ol + ITa o Yy a'sid. . , dadee)s zonolyst: N y -‘
. i (‘Y‘Cdtt?tf“lc?'lg?"‘!’g :gngmcﬁ.cbn 163-7°, a1 14418, (inn gave BOSH myrlstic acil, and md—““.m(:; o; I t:y P{!WS
; i malm-, )’ ‘30' & 1V yielded the expected CuHxCHO gave I, bath results teing vonfirraations ¢ [tI QC B n;g e -
] %"71’:";;0 )cli:;l:) m ”;"‘F’:“ {(from EtOH); 2.44“""'“!;‘)1““{3 of L. ~The "““'";‘“f";c'glﬂmm“”hﬁf{ lwxl!?(t” g:: C'A @
O e m 105-37 (cf. . C.A.-20,-352). - presence of - NaH (of. oAy al L , C.d. 42,
kydragone, ;‘%‘,nllmcg mc\:li HL;“::’I? AcClin 20 mit. CS: at 1204k} gave uneapectedly .'!-C‘nI{;»,...\vmhpc‘rl'._aps a fﬁ: .
p e diring 30 i with rapid stirring whh g0 S0 HgCH:CHCOCHCOEL this rtaftuml.{\;‘ L be
u“a"u ";"1.45 after the s decompnt. and purifica- fusitive  nvestigated! XII{ Preparation o '(,L. :({r 2 o
o ety epte UpHaCHICHAC (VB 8 bin. 1, 3-diacetoxyociadecane, 1. Sallay and b

B ERE

RYSIUIR s

"

tiom, 7 ¢ temly 3705 1

sty b dhen A ARSI - LY
: . P e, 0L Lonly 7.9%) pure Vi, b Duths - Ziid. 958 63 buuhsh‘), o CA. 4‘0. (‘G..‘
: uf_"l' ‘,"f,,l"," (:x:'v"‘:"‘!":""l‘” " }”‘" 1 "jmm Bl This 0 e iosly reported syhesis (C.,:l‘. 49, 5.{)9:4!:‘) “"U’llt:
L;.‘i—lll}-f; ‘l; I"IL‘ ‘,.,'”.C i[’n"—[n',x-ti method for unalogs of VIZ c,;un(,‘_ll(()l!)CII(NH-'\&‘)U‘EOH (h4 4 m')dmc‘z-f? “m
M JVAHL‘» with a,B-nitl iaeid chlarides] previously - o8 LE e TappeKlingemaan teaction »!'!";f"_ 47, 200
{CdMus (| e hcwia of satd, ketones {Gilnan and Nelson, — (ygug)) o 1t palmitoyhieetcacetate an. Fusd Gyl
ufulil r'S):J( !:U‘;’;’l‘)‘ "As preliminary model expts., 0.1 twle 20,H, treated with SOCH aivondiag to R"‘gggl“('ﬁl; b.)
: ' 6’& -vrc;’(?' according to Cason ((':-A_- 4}6 :li'!)gl‘);ﬁ:a‘ “(1;{‘ ([C;A). :.t’.ﬂ&k?:").“!);::l%;‘(}‘ ’é‘y;:iouz):‘[“[’fc%i“:lin 150 o, ;!"(:;
, Cali jce gouli urin e : 2-8.0% Ade 552 g A it b, ether
: s G “(‘:88} (wv‘;{‘”‘c‘(;' %)l'l"“ls' :h;lcx‘"" and the mixt... :hr::llwh&‘ o .30 g, powsl. Nitsn 4‘,” tlll-,}":m'r' &tm“]la:'“.’
B C“"T otd W 0°, and poured onto A0 mi. 10'1:’9 Huxing 2 addnt, hrs., wdldivg ilropwise He T8 & ué‘ 1o ‘1 “l:;}:
{ﬂ‘h}‘lmjl ;{ ::dc from the Celfy layer was obtained 75% . eold mixt,, refluxing 1 hiro sud pouring nto 150 ml. 0%
' ‘”‘(L‘".ltl‘;i\c, - 660 "(sx'miczulmmue.—rmwllﬁ'?.téiuglxgg/rf-,, e e T
: ’ l;fzx(mrul of CullxCOCL in place of Vll; yid«» lﬂl-”‘o
Cutiane (1X) m: 40 %% semicarbazone ), md.‘ 2 ..n.
Fhese 2 gol yickls encouraged the use of VIX ju the prepn. ¢
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HC; yielded trom the etier layer 1200 . (00F) 1L brasr ot sl (CdL 48, tarvoy oy e Sttuctusa- of -
e e e "Merckling, . G4 4%12-4524,\;.;,@" Sodnidey. Tk ol XV Steaetare o D
. POINGHNCL (from 2.67 g/ NCHNH) Ju 10wl . (fy Euglish),—-A climinary  comaiunication,  The oniy ©

ce-cooled HiO added ta.7.30 g, 1L in 12 mi. EAQH and 048 - yusolond structurul o neohlem fci- the 3 sphingoglycosides (I’;V,I R
- ¥:-Na In 15 rl. EROH an{ the resulting emulsion stirred 30 4 {-the guestion of a-"or f-llukiige of the gilactose, Cepee

miin, at poom ('cmp.myich;!cd from the éﬂm ext. 1.0 g Deon, kemsin, and nervou west separately. hydrolysed and--

£10.9%) - -ONCHNINC(COENCOCH, ~(IV), m. v lal¥y values detd. for the liprated sugars, together. with .-

. 7347 (from EtOE). On hydmmutignxm Pd-C__ggA 35 thoea for ohy' hydralyss produc) f-re-B galictose— Crrves—
© ke abe BIOH arcidifled with 2.8 JU-Z:'@HC‘A-'%dfv‘tfwfaimi 8E5 Y UK are sitiilaf [or all 4 sugus, and the -

sther, 0.05 g. IV absorbed 220 mh H Slheﬂfﬂk‘d'- 224 ml.) = adinkage i3 therefore probable for all- This: conclusion is’
lL‘l_ yield fnactive CuyuCOC"(CO;_[}l N"_lC] (V), m. and § ' canfirmed by the stow (72 hri.) rate of ercaptalysis at
L tll)ux,c? - 114!-1107 (flm’xllx - ::cgm);(‘y;clds t,;ntéa‘.“,'er[x’). g "rncr:;c teip. oIE 1 (cll.‘x.em{‘:ux. C‘t 48,°1346) and by en-
* Previously reported ”procedures (loc. crl.) change Y i zymlc tests. Exptl. details art to .

means of AcsO and AcOAg to 07% wmactive CyHqGOCH- . | i P d ails ax reported Later
(CO:Et)NHAe, m. T1-3° (2,4-dmitrophenylhydrazoge, m. i

- 105-7°), and thence by means of LIBH, (Kollonitsch/ ef al., =
¢ C.4. 49, 2205k) b AT miixed fhreo- and erpthro-racemates |
© . of 1, m. 00-107°, sepd. by fraeticnal crysta. of the tri-Ac
“deriva, (VI). The mixed racemates (1,815 6.2 in 60 ml, . .

o dry CHWN and 8.3 ml. AciO kept 48 hrs. at 20°, evapd. ix . . S
. -tacua at 40°, und the resldue taken up in ether yielied 2,05 . .

- ot g (919) crude VI, m. 60-70°  Fractianal recrystn. from
. U opetr. cther (b, 35-40°) sepd. 2 compds., m. 80-2° and 66~

o T 7.B% resp. [cf. for the thres-rucemate of I, m, 67-8° and 65-

B ;% 6% lound by Geob, e al. (C.A. 46, G500a), and Cartes, °

-

b

v
"
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m—— - - ,‘-e—:ll.{"n

R &.é‘ii\f"

ydrumuoa ql s to N-moao- aud N.N- a2 i
. : aubstituted  f¢ uﬂ&nﬂ G.  Podor (Uuiv. Sseged) i Sl - :
T . : . Add Chim. Acad. .Sd Huw, 'Smm)(m English)—
e ) . llydm(matln; 1.5 ¢ co-28-wmetboxycarbony g1
; ngnnc {a 50 wl. nhyd EOH over 1 g of Pd-C
contg G%N ld.dtu & ml, 34N HCL arhyd. ELOH,
\\ ﬂltmuz. and evapg. the filtrate to dtgncss o8 NIk gav!
\J 0.05 g. Nt focrteidoyluarcocaitse-H l( colocless newdles,
“u‘ (from EtOH-petr. clher) ihtly were peepd.! |
N-phcn 1. N-methyllnrmmulmc (I picrate, m. 145, and
te, m. {l ormamidioe picrate, o -
191°%; N-bcnlyl( } picrate, m. 1727% aml
gkmuohte m. 2l0" N-(lmldolon pal)mnrpluiine, .
" Mben:oy" m, 174°, _ Apcliuniz -
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SN LI

DR,

. o 3O¥ Uiy, o
L LT L L S uSterlc ntﬂtc*‘"o o# mp:ma ‘il!‘_};w, §“£’~ii5§r‘1ma: R

. «dda Chin. Acud., Ak oy
. H v (i Enxﬁsh), of. C.A. 49, 4082, —A tuview wilh {[Sp _J

" _onhe. cqmnb.u ons_of }‘ 132 references. He 5. ¥
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FOmR’ G L]

Situation of organic chemistry in Eurcpe. p. 193. MAGULMR KE%II(I‘IISOK 1955
LAPJA. (Magyar Kemikusok Egyesulete) Budapest. Vol. 10, No. 7, duly

SOURCE: East European Accessions List (EFAL) Library of Congress
Vol. 5, No. ¢, June 1956
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:ﬂ V'Ncwor congepts af ;ht:tem stm:lme <£ tmume nl};a-

&ig, (4. Fodor (Univ. Szeged, Hunz:}: -Lx[.-
{20~ memuni ~—:'i'“nfn \nl\} ‘ rn{)eu,

2HLLs,
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FOIDR‘ Gn, m’ Jc, KDC?DR, Io, VINCZE, Iren. Hungary

Annual meeting of the Chemical Society in the German Deoncratic flepublic from 19-22
October 1955.

"Synthese von 6-Tropen-3-0l, ein vermutetes gemsinsames Zwischenprodukt sasmtlicher
Tropanalkaloide"

§0: Chemische Technik, Feb 1956, Unclassified.
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hnczor,

s ik
ﬁ . Caemmy & f'z'hulry 1956, i
3 s;?:%h{sirof scoplie ([} -and .,yoLmue (II} s~
cd Oxidation of .the irifuaresseicic. of Fa-aielod
lrop-é‘-cxe [n MeCN with FRCCOH fn CHCly gwe xc
oczlals ;- plorale,. m. 222%; HCI salf, m. w31% 1
e ticy, gave ‘?a-n.cetoxyﬂ&hydmxy-;;

121 ' UIwusc(leErtedto I, . 78% and IR
by hydm(ysis in aeetone—NnOH at 20° for 2 days. I :md,;.v S
- aeetyliropsyl chloride :(IV} gve. 4paxtapda picrale Sl
- 218%), and: ucg’(udu (picratse, 161%). Aulyg,cotyft_ B
-amvae (V) was tamedbyheaurgIdeIHCM aysa : IR
'« €3° in PENO:: Dem-:ty txonof\(gavc II.HCI gwra L
N\ ::E 175.5-6.5' S

APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000413330012-4"



"APPROVED FOR RELEASE: 06/13/2000 CIA-RDP86-00513R000413330012-4

L%}

} }' AT STE R S

Sfeﬁo&haéxfsﬁy af tropage sl ids. VI Absatuts

R e

= 3

‘ wsation of nittagen s
"~ znil degived quates
T

with Zogoninot (11 L The
v of eptically pure I fact ereatiztlon
b epticatty gctive Nepimers by fofiy sicangements o
Cuihyd. MeGH. rather {han by mop. dotns, sed eyt
- pholography. - EHC (41:8-50) was refuasd with 120 mic
AN ?cr 39 min.,; cutied, - tecsa to 807 g. olly restlue, -
“treated syith 200wl HO aad K00 und extd. with E40.
‘Distn. of the extigave 431 g. 353-acetaxy-38-aceteeymakyls
tropans {discatylecgoningl) (HI). b 155-7°, la]¥ —570.
L Far 1% (e 8006  HCE salt, v 198° {decompn )y [ —32.87:
(i LO17).F A rnixt, of 12.27'g. Il ond 821 g. ICHCOET
iwas heated iz sdled tuse at 70° fog 48 hes,, the product
25 washed with CHClL; dricd add recrystd. from-EiOH-
10 to give 18.9 g. $8-gceloxy-28-ceeioxymelhyl-Nb-ethoxys
:earbanylmpthylivaparnium iodide (1Y), =3 1537, )32 ~24°
fc 1.858), A suipensing b alfalifree Ag {from 3.4 o
£NO,} in 100 ml,; H was shiken with .08 g. IV .4 miu;
7 Glteredy . THE Gltrate was batled # brawith. &) mbs
o, decolofized “with -C und. evapdl TRicrystus of the - o
residue froms EACH-EGO gave 2.32 ¢, Ne-carboxpmielhsl
[Sa-kydeasy18-hydrozymethylisopantum cild ade (¥}, om 210°
decomprn. o fa P38 4,1 (0 1.033), eomverted by yhaking with. © -
240 in FEO & fdns; filtemtion evig neand roetvsta, from
MEeOH-FI0H o, Nbcarboxymethyl-da-Aydeody-23-hydroxye 1
iEyizropaniuan belaire (V) m, '2’:’2,1'*%{!&0' pnet,  [efi )
¢ 0.039,°90% MeOlEf, I (383 g.) In 30 k.

> =

i) S A L

[
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O s

and evapd t6 g8 Veilow ery
washing and exty, with B 15 Bes, 10
; c{:‘cd:r},uf&cx.’c:;.ﬁ:.!sw!é <ger
e j3F ~724Y (2 2.015), togeth
Fa8E VIE, 365 \‘301::."; i§

18 WS h;td with S patt
Cthe exe. C"’u\u.. o 6 sat.
cof WaQ\e,
- gave I3-iydras

l:r.:!gx Gl s,

rﬂ'il. CHCI;. '"hf* ot

with dey ¢
e fris

m:m.i, AED fﬂmf‘ LS ’ ‘. ”"

e hetain

.(4: 08532, V1Y (3.7" wnd

4 hrso o t..u, s{Lam b)th, kupt ¢
C

avnr.i cancd, m 8]

- B *
a . . N R . . ;

0
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Kovites 0., Fooes,
Dk MeCO anid 513 B of 8AZ% Na60LE 0 BIOW was
o centrifuged; ‘the  B{a;CO-free pot. wis heated 2t 4o
3

<

fi

% .
Pwith-§ mb. PRMe and £ mb, Mel und Gifersd, . Tie red
s ervat tesidue wag washed with MoCO and recryitd, feans

i EIOH-Et 0 yiclding 0432 &, Ne-earboxyreik i35 -Epdrovs-

|y 2Ekydrovymethylropanion tadide  Littone ey

B (deccrupi.), fxl5f. 0% (¢ .63,

SRR T

C A miet, of G087 g, KX

Hn 34 ml. 509 aq. MO and 0,33 ¢, AZO I 10 ml, H A

: was shaleet for 6 trs. and Bitered,

i Glieate wag tefuked

© ¢ with 26 aib, coned’ HCE [z 2 hes., fltdred, decilorized with
i € aad evapd. £ 1deue to give 0320 g. Nu-carbecymeths!-
S 35-k:,’éroxy-f}!n-draxzs_;mr‘m.‘zc;s'md‘«.-n chluride (XY, i, 2U5°
 (decompui), fafie =346 (0.663). Bvapu.of the Macl
F P'hMe snother liquer fram IX gave a sod siruy whicls wag
| treated with - Agdd (it 1.7 g AgNOy)and 90 nid. HG
i and Gitered. . The residuce ou evapr. of the flirats wi fo.
+ Buxed 3 tes, with-éoned. FICE und evapde: Crystncof the 0
-1 residus from MeOH-EGO viekind Q.703 g, X, comigried by ©
-1 shaking with' Agd), wearking ug and recrystg, front MeOli-
RGO to-the betedne (Xa}, 1n: 2483 {tdocompn. ), fa it~
i g;: 2.2, 0% BleQH ). T Cearhoxyracthiy] derive, wud
i betaines from the twis geaction wquences show striking dife
©. ¢ fetences farstational vidues,  Quaternizition of I pro<ducns
: wherdas the rewvrse segitencr -
iginal leva rotation iy zx‘.nin:

@
i Navwarboxvne

nled that the L : IX
13

3rd-hy

3 3 3 ¥
Comuthyltropaning isdide and it lentic i
oot the N utam ca be dedueed for the salts VI, Vilis,
¢ VI, and X hE epposits configusation ocetrring i the
quateriry satts IV and ¥V, Thiw, the NMe griups in ]
o and I and the. ethoxyrarbonylmetlivi protg o dhe fres
i e related 3ol VI agipear ¢ be pridessinmtly orivited
towards: the piperidine ring, indieating the predominuing
G R, ij{_, 1L

?_”ix’upmtan_n_f of the Pitzer eficet.

33
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